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LIQUID CRYSTAL DISPLAY DEVICE, METHOD OF MANUFACTURING THE 
SAME AND DEVICE FOR DROPPING LIQUID CRYSTAL 

[Abstract] 

PROBLEM TO BE SOLVED: To enable the quantity of a liquid crystal 
dropped in a dropping injection method to be precisely measured and 
controlled, at the same time to restrain the viscosity of the liquid crystal 
so as to be low by using a liquid crystal material most suited for the 
dropping injection method, to accelerate the response speed, especially 
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halftone response speed and to simply manufacture a liquid crystal 
display device in an excellent yield. 

SOLUTION: A frame pattern is formed by applying a sealing material 21 to 
the peripheral part of a picture display region provided on one (a 
5 substrate 22) out of a pair of substrates. The liquid crystal is dropped 
inside the frame pattern and the substrates are attached to each other. 
Aiming at the liquid crystal display device by hardening the sealing 
material 21, the sealing material 21 is applied so as to position a starting 
point 31a and an end point 31b of the sealing material application outside 
10 the frame pattern. 
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[Claim(s)] 



[Claim 1] A method of manufacturing a liquid crystal display device, in 



which a frame pattern is formed by applying a sealing material to the 



peripheral part of a picture display region provided on one out of a pair of 



5 substrates, the liquid crystal is dropped inside the frame pattern and the 



substrates are attached to each other, and the sealing material is 



hardened, wherein the sealing material is applied so as to position a 



starting point and an end point of the sealing material application outside 



the frame pattern. 



10 [Claim 2] A method of manufacturing a liquid crystal display 



device, in which a frame pattern is formed by applying a sealing material 



to the peripheral part of a picture display region provided on one out of a 
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pair of substrates, the liquid crystal is dropped inside the frame pattern 



and the substrates are attached to each other, and the sealing material is 



hardened, wherein in order to conduct the pair of substrates, ultraviolet 



rays formed of parallel rays for hardening resin are irradiated in spots 



5 onto a transfer seal, formed by incorporating conductive particles into 



resin, from a vertical direction or sloping direction of the substrate. 



[Claim 3] A method of manufacturing a liquid crystal display 



device, in which a frame pattern is formed by applying a sealing material 



to the peripheral part of a picture display region provided on one out of a 



10 pair of substrates, the liquid crystal is dropped inside the frame pattern 



and the substrates are attached to each other, and the sealing material is 



hardened, wherein in order to conduct the pair of substrates, a transfer 
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seal, formed by incorporating conductive particles into resin, is applied, 



the transfer seal is hardened by ultraviolet irradiation for attaching the 



substrates by hardening the resin, and the substrates are thermally 



treated, being supported in a parallel direction by a support case, after the 



5 irradiation of ultraviolet rays. 



[Claim 4] A liquid crystal display device, in which a frame pattern 



is formed by applying a sealing material to the peripheral part of a picture 



display region provided on one out of a pair of substrates, the liquid 



crystal is dropped inside the frame pattern and the substrates are 



10 attached to each other, and the sealing material is hardened, wherein the 



pair of substrates are conducted by a transfer seal formed by 



incorporating particles coated with a transparent conductive film on the 



5 



surface. 



[Claim 5] A liquid crystal display device, in which a frame pattern 



is formed by applying a sealing material to the peripheral part of a picture 



display region provided on one out of a pair of substrates, the liquid 



5 crystal is dropped inside the frame pattern and the substrates are 



attached to each other, and the sealing material is hardened, wherein in 



order to conduct the pair of substrates, a film for reflecting ultraviolet rays 



irradiated for hardening the resin is formed as an electrode on a lower 



part of a transfer seal. 



10 [Claim 6] A method of manufacturing a liquid crystal display 



device, in which a frame pattern is formed by applying a sealing material 



to the peripheral part of a picture display region provided on one out of a 
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pair of substrates, the liquid crystal is dropped inside the frame pattern 



and the substrates are attached to each other, and the sealing material is 



hardened, wherein a liquid crystal orientation film is formed on the region 



where the ends thereof become an outer side of an inner circumferential 



5 side of the sealing material and an inner side of an outer circumferential 



side of the sealing material, light having a wavelength of about 300 to 



500nm is irradiated, and the sealing material is hardened. 



[Claim 7] A device for dropping liquid crystal comprising: a 



dispenser means for discharging a predetermine amount of liquid crystal; 



10 and a measuring means for measuring the amount of liquid crystal 



discharged by the dispenser means, the measuring means having an 



optical sensor, integrating a change in signals of the corresponding 
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optical sensor generated when liquid discharged from the dispenser 



means passes through the optical sensor, and measuring the amount of 



liquid crystal discharged. 



[Claim 8] A device for dropping liquid crystal, comprising: a 



5 dispenser means for recognizing a drop shape of liquid crystal 



discharged by the dispenser means and estimating the discharge amount 



of liquid crystal of the sealing material based on the corresponding shape. 



[Claim 9] A device for dropping liquid crystal, comprising: a discharge 



means having a plurality of thin tubes and for discharging a 



10 predetermined amount of liquid crystal from the respective thin tubes; 



and a measuring means having respective backing plates corresponding 



to the respective thin tubes and for measuring the weight of drops of 
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liquid crystals received on the respective backing plates, wherein the 



drops of liquid crystal, the weight of which is measured by the measuring 



means and the discharge amount thereof is specified, are supplied from 



the respective backing plates. 



5 [Claim 10] A device for dropping liquid crystal in a vertical 



orientation, which has a pair of substrates, at least one of which being 



transparent, a frame pattern is formed by applying a sealing material to 



the peripheral part of a picture display region, liquid crystal whose 



dielectric isotropy is negative is dropped inside the frame pattern and the 



10 substrates are attached to each other, and the sealing material is 



hardened, wherein the liquid crystal material comprises a liquid crystal 



compound expressed by the following general formula and the number m 
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of carbon atoms of the end alkyl group thereof is greater than two. 



[Chemical Formula 1] 



orientation, which has a pair of substrates, at least one of which being 



transparent, a frame pattern is formed by applying a sealing material to 



the peripheral part of a picture display region, liquid crystal, whose 



dielectric isotropy is negative, is dropped inside the frame pattern and the 



substrates are attached to each other, and the sealing material is 



hardened, wherein the liquid crystal material comprises a neutral liquid 



H H 




[Claim 11] 



A device for dropping liquid crystal in a vertical 



10 



crystal compound having no polarity, and the liquid crystal comprising 



this neutral liquid crystal compound has a high volatility with which the 



weight ratio decreases by 1% or more in a vacuum state when dropped, 



and has a rotational viscosity lower by 15% or more as compared to the 



nonvolatile neutral liquid crystal compound. 
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[Title of the Invention] LIQUID CRYSTAL DISPLAY DEVICE, METHOD OF 
MANUFACTURING THE SAME AND DEVICE FOR DROPPING LIQUID 
CRYSTAL 

5 [Detailed Description of the Invention] 
[0001] 

[Field of the Invention] The present invention relates to a liquid crystal 
display device which is formed by dropping liquid crystal inside a frame 
pattern having ultraviolet curing resin or ultraviolet plus thermosetting 
10 resin formed on substrates, attaching the upper and lower substrates, and 
hardening the resin, a method of manufacturing the same, and a device 
for dropping liquid crystal for implementing the aforementioned drop 
injection method. 
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[0002] 



[Description of the Prior Art] Conventionally, in the manufacture of a 



liquid crystal display panel, a method of injecting from an injection port 



formed a sealed cell into a corresponding panel has been utilized in a 



5 liquid crystal injection process. In recent years, there is an increasing 



demand for a large-sized screen of a liquid crystal display panel, and it is 



becoming difficult to attain sufficient display characteristics by this 



method. 



[0003] Therefore, attention is focused on a dropping injection method 



10 in which an frame pattern is formed by applying a sealing material made 



of ultraviolet curing resin or (ultraviolet plus thermo) setting resin on the 



peripheral part of a picture display region of a cell substrate and each 
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substrate is attached by dropping liquid crystal in the frame pattern. This 



dropping injection method can greatly reduce the time of a panelization 



process including a liquid crystal injection process step and simplify the 



same, and enables it to manufacture a liquid crystal display panel with a 



5 high reliability at a low cost. At the same time, a liquid crystal display 



panel manufactured by using the corresponding dropping injection 



method has a very high contrast ratio at the front, has excellent visual 



characteristics, and has superiority in that it has a good halftone 



response. Thus, the liquid crystal display panel is preferably adapted to a 



10 big screen liquid crystal monitor of high performance. 



[0004] 
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[Problem(s) to be Solved by the Invention] The liquid crystal injection 



according to the above dropping injection method is very excellent from a 



viewpoint of a manufacturing process and from a viewpoint of the display 



characteristics of a product, while there are several problems to be solved 



5 to be described hereinafter. 



[0005] - Problem about sealing material - (1): Referring to FIG.23, in the 



dropping injection method, since no injection port is required for a cell 



(substrate 101), a main seal 102 becomes a closed frame pattern. But, if a 



frame pattern is formed by using a dispenser, the starting point and end 



10 point of sealing material application are overlapped, and a seal width at 



the part 103 becomes larger. A shielding film 105 is formed n the 



peripheral part of a display region. If the weal width becomes larger, parts 
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of the sealing material are shaded to thus cause a defective setting 
(FIG.23(a)). Thus, in the prior art, there has been proposed a method in 
which the main seal 102 is kept enough from the shielding film so that the 
sealing material may not be shaded or a method in which corner portions 
5 with a large margin are used as the starting point and end point of sealing 
material application (Japanese Laid-Open Patent HEI 8-240807). 
(F!G.23(b)). 

[0006] However, if the main seal 102 is kept enough from the shielding 
film so that the sealing material may not be shaded, the ratio of outer 
10 dimensions relative to the image display region 104 becomes greater. 
Further, if the corners portions are used as the starting point and end 
point of sealing material application, it becomes more difficult for the 
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sealing material to be stopped by the shielding film than a straight 



portion. But, this is because the distance between the shielding film and 



the sealing material is about 1.4 times greater than the straight portion, 



and if a swelling portion of an overlapping portion 103 becomes larger 



than the distance, it is stopped by the shielding film, thereby causing a 



likewise defective setting. 



[0007J (2): Referring to FIG.24, conductive particles 108 are 



incorporated into a transfer seal 106 during sealing material application to 



attain a conduction between upper and lower substrates, and the transfer 



seal 106 is formed at a position where it is inserted into upper and lower 



transparent electrodes 107. Conventionally, resin particles having nickel 



or gold with low resistance coated on the surface are used as the 
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conductive particles 108. 

[0008] When resin particles having nickel or gold with low resistance 
coated on the surface are incorporated into the transfer seal 106, 



ultraviolet rays are absorbed or reflected, thereby making it difficult for 
the ultraviolet rays to reach inside the seal. Further, since the transfer seal 



102 is inserted into the transparent electrodes 107, the ultraviolet rays are 



attenuated by the transparent electrodes 107. In a case where the amount 
of light for hardening the sealing material and the amount of light for 
deteriorating liquid crystal are close, if ultraviolet rays are collectively 



irradiated to the main seal 102 and the transfer seal 106 in consideration 



of attenuating by the transparent electrodes 107, liquid crystal adjacent to 



the main seal 102 with no transparent electrode 107 is deteriorated, 
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thereby degrading the retention. 



[0009] (3): Referring to FIG.25, in order to improve curing rate in a case 



where the sealing material is an ultraviolet curing resin and in order to 



perform thermosetting in a case where the sealing material is a (ultraviolet 



5 plus thermo) setting resin, the isotropic treatment and thermal treatment 



of liquid crystal are simultaneously performed after the irradiation of 



ultraviolet rays, in dropping injection, the process until ultraviolet 



irradiation is done on a sheet basis, and a thermal treatment process 



requiring time is done in a batch fashion. Thus, a substrate is held in a 



10 carried cassette 108, and it is put in a thermosetting furnace and 



undergoes thermal treatment. 



[0010] The carrier cassette 108 is constructed in a structure of 
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supporting a substrate 101 from the end of the substrate so that the 



carrier arm may put in and take out the substrate 101. Therefore, the 



carrier cassette 108 cannot support the substrate 101 in parallel, but the 



substrate 101 is bent. Though there is no problem if the sealing material is 



completely hardened only by ultraviolet irradiation, in most cases, it is 



completely hardened by thermal treatment. Thus, the substrate 



supporting force is still weak at an initial stage of thermal treatment, and a 



deviation in position is generated by the effect of bending. 



[0011] (4): Referring to FIGs.26 to 28, in a case where hardening resin is 



hardened by ultraviolet curing resin or (ultraviolet plus thermal) setting 



resin, ultraviolet rays are generally irradiated from a UV lamp 113 by 



making the regions excepting the corresponding resin with a shading 
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mask 112 (FIG.26(a)). At this time, in order for liquid crystal not to be 



exposed to ultraviolet rays through the substrate, position alignment is 



performed so that the surfaces of the corresponding resin and the mask 



end may be almost the same (FIG.26(b)). However, the application width of 



5 the corresponding resin has a margin of error of 40.2mm unless it is 



strictly managed. Thus, in order that the resin and the shading mask are 



not overlapped, the resin end and the mask end should have a margin of 



dimension of this range. When ultraviolet rays are irradiated to this 



margin region, liquid crystal causes photolysis, thereby degrading the 



10 voltage retention. 



[0012] To cope with this problem, Japanese Laid-Open Patent HEI 2- 



308221 proposes a method of irradiating ultraviolet rays by forming a 
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ultraviolet shielding layer on the surface of a substrate excluding a seal 



portion, Japanese Laid-Open Patent HEI 8-101395 proposes a method of 



irradiating ultraviolet rays through a mask having a predetermined pattern 



and a filter for screening ultraviolet rays of shorter than a specific 



5 wavelength (FIG.27), and Japanese Laid-Open Patent HEI 10-221700 



proposes a method of irradiating ultraviolet rays by forming a bandpass 



filter for screening ultraviolet rays on the outer side of a display region. 



[0013] Liquid crystal photolysis mostly occurs in a short wavelength of 



less than 320nm, thus the liquid crystal photolysis is restricted to the 



10 minimum if the corresponding resin is hardened by irradiating 
wavelengths longer than the above wavelength. But, wavelengths of 



300nm to 320nm are also required for the hardening of ultraviolet curing 
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resin, and if the resin is hardened with a wavelength longer than the 



above wavelengths, the reaction rate is lowered- If the reaction rate is 
lowered, unhardened components of the resin are melted in the liquid 



crystal during heat treatment, thereby contaminating the liquid crystal, 
[0014] Further, it is also possible to select ultraviolet curing resin for 
performing the equivalent polymerization only with a wavelength in which 
liquid crystal photolysis does not occur, that is, a long wavelength of 
longer than 320nm. However, the options of resin material are quite 
narrow, and the reliability is lower than prior art resin when considering 



the staining property, application stability and hardening physical 
property of resin material relative to liquid crystal. 

[0015] An ultraviolet shielding layer disclosed in Japanese Laid Open 
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Patent Publication HEI 2-308221 is a filter for shielding almost all 



ultraviolet rays in order to prevent liquid crystal photolysis, and 



suppresses the transmittance of a wavelength from 300nm to 320nm to a 



considerably low level (several % ~ 10%). Therefore, when the seal portion 



5 and the ultraviolet shielding layer are overlapped, the reaction rate of 



resin is lowered at that portion, and unhardened components of resin are 



melted in the liquid crystal during thermal treatment, thereby 



contaminating the liquid crystal. 



[0016] A filter disclosed in Japanese Laid Open Patent Publication HEI 



10 8-101395 is a filter for blocking ultraviolet rays of shorter than a specific 



wavelength harmful to liquid crystal in order to prevent liquid crystal 



photolysis, and suppresses the transmittance of a wavelength from 
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300nm to 320nm to a considerably low level (FIG.28). Therefore, when 



resin is hardened through the filter, the reaction rate of resin is lowered at 



that portion, and unhardened components of resin are melted in the liquid 



crystal during thermal treatment, thereby contaminating the liquid crystal. 



5 [0017] A bandpass filter disclosed in Japanese Laid Open Patent 



Publication HEI 10-221700 is a filter for blocking short wavelengths 



harmful to liquid crystal and long wavelengths which is a heat source in 



order to prevent liquid crystal photolysis, and suppresses the 



transmittance of a wavelength from 300nm to 320nm to a considerably low 



10 level(10 - 20%). Therefore, when the seal portion and the ultraviolet 



shielding layer are overlapped, the reaction rate of resin is lowered at that 



portion, and unhardened components of resin are melted in the liquid 
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crystal during thermal treatment, thereby contaminating the liquid crystal. 



[0018] - problem about control of liquid crystal dropping amount - In 



the dropping injection method, when dropping using a dispenser means, 



the accuracy of the thickness of a cell of a substrate is determined 



5 according to the amount of liquid crystal dropped. Thus, the dropping 



amount should be measured accurately. However, in the prior art method, 



no matter how accurate the accuracy of control increases, this cannot 



avoid liquid from remaining in a needle of the dispenser means, and it is 



not clear if the actual dropping amount is consistent with a predetermined 



10 dropping amount, and it is often the case that both of them are different. 



In this case, though there is a method of measuring a liquid dropping 



amount by measuring the weight of liquid crystal dropped on each 
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individual substrate, this method is very difficult to use in the present day, 



when a large-sized screen of a liquid crystal display panel is demanded. 



[0019] - problem about liquid crystal material - At present, a liquid 



crystal dropping device has to be improved in display characteristics, and 



5 has to be manufactured at a low cost Thus, as described above, a 



dropping injection method is efficient for a low cost manufacture, by 



which a panelization process can be greatly simplified. However, in the 



dropping injection method, a method of injecting liquid crystal material 



and a method of attaching a pair of substrates are totally different from 



10 the prior art method. Thus, liquid crystal material must have a strong 



resistance, and be suitable for the dropping injection method. 



[0020] Since ultraviolet rays (UV) are used for actual hardening in the 
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dropping injection method, liquid crystal material having a strong 



resistance to UV is required. Further, liquid crystal material may be in 



contact with the seal not hardened enough, the liquid crystal material 



must be strongly resistant to contamination. 



[0021] By the way, liquid crystal material whose dielectric isotropy is 



negative is used for a liquid crystal dropping device in a vertical 



orientation. Generally, liquid crystal material whose dielectric isotropy is 



negative may be restricted by the type of a liquid crystal compound 



comprising the liquid crystal material. Widely used liquid crysta! 
compounds at present are classified into three types. By selecting any 



better liquid crystal material among those liquid crystal compounds, the 



yield is increased, display non-uniformity and residual images are 
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suppressed, and the life span of the product is lengthened. 



[0022] As one of the causes of display non-uniformity and defective 



products, electric properties in a liquid crystal display panel are strongly 



involved. There is a need to increase the voltage retention of a liquid 



5 crystal cell, lower the ion density, and lower a residual DC voltage. As 



liquid crystal material, one having a high purity and a high specific 



resistance of hulk liquid crystal has to be used. 



[0023] As a result of investigation of negative liquid crystal, it can be 



seen that negative liquid crystal includes ones capable of maintaining a 



10 high bulk specific resistance and ones to be deteriorated, and they 



depend upon negative liquid crystal compounds. Further, because liquid 



crystal whose dielectric isotropy is negative is insufficient in kind, it must 
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be avoided to use only one of the above three types. To satisfy the 



electro-optic property of a liquid crystal dropping device, liquid crystal 



physical properties have to be offered, and the above three types have to 



be used together. 



5 [0024] Besides, even if the resistance of liquid crystal is increased, the 



viscosity of the liquid crystal is increased, thereby lowering the response 



speed of a liquid crystal dropping device. According to the theory about 



response of liquid crystal, the response speed is considered to be 



proportional to the viscosity of liquid crystal, thus it is preferable to use 



10 liquid crystal material of a lower viscosity. 



[0025] As explained above, the dropping injection method is a 



technique which contributes to the efficient manufacture of a liquid 
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crystal display panel and the realization of excellent display 



characteristics, but there are a lot of problems to be overcome, and it is 



expected that they are to be overcome later. 



[0026] The present invention is directed to solve the above problems, 



and provides a liquid crystal display device, a method of manufacturing 



the same and a device for dropping liquid crystal which attain the 



following objects. 



[0027] (1) It is an object of the present invention to restrain display non 



uniformity caused from a decrease of retention, which may easily occur 



due to a sealing material, manufacture a liquid crystal dropping device 



conveniently at a high yield by using a dropping injection method, and 



realizes a liquid crystal dropping device having a high reliability. 
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[0028] (2) It is another object of the present invention to realize a device 



for dropping liquid crystal which performs a liquid crystal dropping 



injection having a good yield and a high reliability by enabling the 



quantity of a liquid crystal dropped in a dropping injection method to be 



5 precisely measured and controlled and making the cell thickness uniform 



by properly controlling the quantity of a liquid crystal for each dropping 



region. 



[0029] (3) It is another object of the present invention to realize a liquid 



crystal display device which restrains the viscosity of the liquid crystal so 



10 as to be low by using a liquid crystal material most suited for the dropping 



injection method, accelerates the response speed, especially halftone 



response speed and improves display properties further more. 



32 



[0030] 

[Means for Solving the Problem] The present inventors have devised 
several embodiments as follows as a result of assiduous investigation. 
[0031] There is provided a liquid crystal display device and a method of 
manufacturing the same according to the present invention aiming at 
providing a liquid crystal display device , in which a frame pattern is 
formed by applying a sealing material to the peripheral part of a picture 
display region provided on one out of a pair of substrates, the liquid 
crystal is dropped inside the frame pattern and the substrates are 
attached to each other, and the sealing material is hardened, wherein the 
sealing material is applied so as to position a starting point and an end 
point of the sealing material application outside the frame pattern. By this, 
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the starting point and the end point on the frame pattern do not overlap, 



thus it can avoid the width of the sealing material from increasing and 



overlapping with a shielding film on the frame pattern. 



[0032] In this case, it is preferable that the sealing material is coated so 



5 as to position at least one of the starting point and the end point on an 



unmounted side of the substrate. When the corresponding point is formed 



so as to be positioned outside the frame pattern, a link pattern for linking 



to the frame pattern is required. Cut positions of the substrate on a 



mounted side are different at upper and lower sides. Thus, if the 



10 corresponding point is positioned on the mounted side, respective 



substrates of a cut portion are attached by the link pattern, thereby 



making it difficult to cut them. In case of the unmounted side, the cut 
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position of the substrates are the same at upper and lower sides, thus 



respective substrates of a cut portion are not attached by the link pattern, 



and the substrate can be easily cut. 



[0033] Further, it is preferable that at least one of the starting point and 



5 the end point is linked with the frame pattern so as to intersect the 



unmounted side. Although the corresponding point and the frame pattern 



may be linked in such a fashion not to intersect the unmounted side by 



forming the link pattern on a slant, it is difficult and not realistic to apply a 



seal in a sloping direction from the viewpoint of the control of a dispenser 



10 means. If the corresponding point and the frame pattern are linked in such 



a fashion to intersect the unmounted side, the link pattern can be formed 



on a straight line, thereby making the seal application easier. 



35 



[0034] Further, it is preferable that a seal pattern is continuously 



formed by using the sealing material by making the starting point and the 



end point consistent with each other on the substrates. If the seal pattern 



is continuously formed by the technique of single line drawing, the 



5 starting point and the end point can be eliminated from the frame pattern, 



and the seal can be easily applied even on a multifaced substrate. 



[0035] There is provided a liquid crystal display device and a method of 



manufacturing the same according to the present invention aiming at 



providing a liquid crystal display device, in which a frame pattern is 



10 formed by applying a sealing material to the peripheral part of a picture 



display region provided on one out of a pair of substrates, the liquid 



crystal is dropped inside the frame pattern and the substrates are 
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attached to each other, and the sealing material is hardened, wherein the 



pair of substrates are conducted by a transfer seal formed by 



incorporating particles coated with a transparent conductive film on the 



surface. 



[0036] Among transparent conductive films, for example, an ITO film 



has a higher resistance than nickel or gold that has been used as a prior 
art conductive film, but is being widely used for a liquid crystal display 



panel as a transparent electrode and does not have a problem in 



conduction. Though ultraviolet rays are partially absorbed by the ITO film 



and attenuated, this film has the highest transmittance among metal 



layers. By incorporating this film in the transfer seal, it becomes easier for 



ultraviolet rays to reach into the seal, and accordingly it becomes easier 
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to harden the transfer seal. 



[0037] There is provided a liquid crystal display device and a method of 



manufacturing the same according to the present invention aiming at 



providing a liquid crystal display device, in which a frame pattern is 



5 formed by applying a sealing material to the peripheral part of a picture 



display region provided on one out of a pair of substrates, the liquid 



crystal is dropped inside the frame pattern and the substrates are 



attached to each other, and the sealing materia! is hardened, wherein a 



film for reflecting ultraviolet rays irradiated for hardening the resin is 



10 formed as an electrode on a lower part of a transfer seal for conducting 



the pair of substrates. 



[0038] By this, some parts of the ultraviolet rays irradiated to the 
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transfer seal are reusable, thereby suppressing the amount of light for 



hardening the transfer seal to a low level compared to the prior art. 



[0039] In this case, it is preferable that an aluminum film or silver film is 



used as the film for reflecting ultraviolet rays and formed on the substrate 



at a thin film transistor side. Since the aluminum film or silver film is a 



metal film which reflects ultraviolet rays and widely used for a TFT 



process, it is possible to form a reflective film without increasing a 



number of processes. 



[0040] There is provided a method of manufacturing a liquid crystal 



display device according to the present invention aiming at providing a 



liquid crystal display device, in which a frame pattern is formed by 



applying a sealing material to the peripheral part of a picture display 
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region provided on one out of a pair of substrates, the liquid crystal is 



dropped inside the frame pattern and the substrates are attached to each 



other, and the sealing material is hardened, wherein in order to conduct 



the pair of substrates, ultraviolet rays formed of parallel rays for 



5 hardening resin are spot irradiated onto a transfer seal, formed by 



incorporating conductive particles into resin, from a vertical direction or 



sloping direction of the substrate. 



[0041] In the spot irradiation, parallel light having high 



straightforwardness can be irradiated by using a light guide of quartz fiber 



10 or the like. Since conductive particles for absorbing and reflecting some 



or entire parts of ultraviolet rays are incorporated into the transfer seal, 



the ultraviolet rays reaching into the transfer seal are attenuated by these 
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particles. Further, the transfer seal is fitted into the transparent electrode, 



and accordingly ultraviolet rays are attenuated. When ultraviolet rays 



formed of parallel rays are spot irradiated onto a transfer seal from a 



vertical direction or sloping direction of the substrate, as much additional 



ultraviolet rays as they are attenuated can be irradiated. Further, because 



parallel light can be irradiated, it is possible to restrain liquid crystal from 



being degraded by incoming light to the minimum degree. 



[0042] There is provided a method of manufacturing the same 



according to the present invention aiming at providing a liquid crystal 



display device, in which a frame pattern is formed by applying a sealing 



material to the peripheral part of a picture display region provided on one 



out of a pair of substrates, the liquid crystal is dropped inside the frame 
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pattern and the substrates are attached to each other, and the sealing 



material is hardened, wherein in order to conduct the pair of substrates, a 



transfer seal, formed by incorporating conductive particles into resin, is 



applied, the transfer seal is hardened by ultraviolet irradiation for 



5 attaching the substrates by hardening the resin, and the substrates are 



thermally treated, being supported in parallel by a support case, after the 



irradiation of ultraviolet rays. 



[0043] By supporting the substrates in parallel and thermosetting them 



not by a prior art carrier cassette for supporting the substrates from the 



10 ends of the substrates but by a carrier cassette or parallel flat plate of 



such a structure supporting the substrates in parallel by multipoint 



supporting the substrates surfaces, the creation of misalignment during 
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thermosetting treatment is restrained. 



[0044] There is provided a method of manufacturing the same 



according to the present invention aiming at providing a liquid crystal 



display device, in which a frame pattern is formed by applying a sealing 



material to the peripheral part of a picture display region provided on one 



out of a pair of substrates, the liquid crystal is dropped inside the frame 
pattern and the substrates are attached to each other, and the sealing 



material is hardened, wherein a liquid crystal orientation film is formed on 



the region where the ends thereof become an outer side of an inner 



circumferential side of the sealing material and an inner side of an outer 



circumferential side of the sealing material, light having a wavelength of 



about 300 to 500nm is irradiated, and the sealing material is hardened. 



43 



[0045] Liquid crystal photolysis mostly occurs in a short wavelength of 
less than 320nm, and wavelengths of 300nm to 320nm are also required 



for the hardening of ultraviolet curing resin. Thus, an invention of 



irradiating these wavelengths not to liquid crystal but to the 
corresponding resin is required. However, this is not preferable because it 



is difficult to realize this idea and the aforementioned problems occur 



even if every liquid crystal display panel is positioned using a blocking 
filter for a mask. Therefore, an invention of attenuating wavelengths of 



300nm to 320nm within the range of not lowering the reaction rate of the 



corresponding resin that much and restraining liquid crystal photolysis to 



the minimum level is devised. 



[0046] The reaction rate of resin was measured by irradiating ultraviolet 
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rays of the amount of light for hardening the corresponding resin using 



edge filters having a different transmittance of 300nm to 320nm. As a 



result, although there may be some difference according to the type of 



resin, it can be seen that if the transmittance of the wavelength is about 



5 30%, the reaction rate is not lowered in most cases, when viewed from a 



313nm emission line peak of a high pressure mercury lamp. This is 



because while the amount of light for hardening is an amount of 



ultraviolet light at which the reaction rate of the corresponding resin 



almost reaches saturation, the hardening reaction of the corresponding 



10 resin rapidly increases about 30% of the amount of light for hardening, 



and the reaction rate does not change much afterwards. 



[0047] However, when ultraviolet rays of the same amount are 
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irradiated to liquid crystal using these filters, liquid crystal photolysis is 



still large, and display defectiveness is generated by the deterioration of 



retention. Therefore, long wavelengths longer than 500nm less affected by 



the hardening of the corresponding resin are cut and ultraviolet rays of 



5 the same amount are irradiated to liquid crystal. AS a result, liquid crystal 



photolysis becomes smaller, and no display defectiveness caused from 



the deterioration of retention is generated. This is because although no 



liquid crystal photolysis does not occur only by a long wavelength longer 



than 500nm, a long wave length longer than 500nm becomes a heat 



10 source by being combined with a wavelength of 300nm to 320nm, and 
liquid crystal photolysis is accelerated. 



[0048] The ends of the orientation film are formed on the region where 
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the ends thereof become an outer side of an inner circumferential side of 



the corresponding resin and an inner side of an outer circumferential side 



of the corresponding resin because the orientation film has the function 



of absorbing unhardened components of the corresponding resin and 



restraining them from being diffused in the liquid crystal. Further, if the 



ends of the orientation film are formed to have the same surface as the 



inner circumferential side of the corresponding resin, a gap is generated 



between the ends of the orientation film and the corresponding resin due 



to misalignment. If the ends of the orientation film are formed on the outer 



side of the outer circumferential side of the corresponding resin, the 



corresponding resin and the substrate are attached with the orientation 



film having weak moisture resistance therebetween, whereby the 
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attaching strength is sharply lowered under a high temperature and a high 



humidity. Further, the orientation film can be used as a filter for alleviating 
liquid crystal photolysis since the orientation film attenuates a wavelength 



of 313nm emission line peak by 1.5%. By this, the transmittance of the 



corresponding wavelength of the filter used for an irradiation light source 



can be increased, thus the corresponding resin of the outer side of the 



ends of the orientation film can be hardened more firmly. 



[0049J Accordingly, liquid crystal photolysis can be restrained by 



combining the above methods without deteriorating the reaction rate of 



the corresponding resin that much, thereby preventing display 
defectiveness caused from the deterioration of retention. 



[0050] In this case, it is preferable that the ends of the orientation film 
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on the substrate where at least a color filter is formed are formed on the 



region where the ends thereof become an outer side of an inner 



circumferential side of the sealing material and an inner side of an outer 



circumferential side of the sealing material, light having the above 



wavelength is irradiated from the corresponding substrate side, and the 



sealing material is hardened. 



[0051] This color filter serves as a mask of a picture display region. If 



the ends of the orientation film on the substrate is formed on the 



corresponding region, and light is irradiated from the corresponding 



substrate, there is no need to mask the regions other than the resin 



region. 



[0052] Furthermore, it is preferable that the transparent electrode and 
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the ends of the orientation film on the substrate where at least a color 
filter is formed are formed on the region where the ends thereof become 
an outer side of an inner circumferential side of the sealing material and 
an inner side of an outer circumferential side of the sealing material, light 
having the above wavelength is irradiated from the corresponding 
substrate side, and the sealing material is hardened. 

[0053] The transparent electrode film is used as a filter for alleviating 
liquid crystal photolysis since it attenuates the wavelength of 313nm 
emission line peak by 35% and attenuates the wavelength by 45% by 
being used in combination with the orientation film. By this, the 
transmittance of the corresponding wavelength of the filter used for an 
irradiation light source can be increased still more, thus the 
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corresponding resin of the outer side of the transparent electrode and the 



end of the orientation film can be hardened more firmly. 



[0054] Furthermore, it is preferable that a filter for blocking almost all 



wavelengths except for the corresponding wavelength is arranged at an 



5 irradiation light source side as a means for irradiating light having a 



wavelength of about 300 to 500nm. 



[0055] In the aforementioned example, a filter for blocking ultraviolet 
rays of less than a specific wavelength harmful to liquid crystal is 



arranged between a mask and a liquid crystal display panel. By arranging 



10 the filter of the present invention by this arrangement, the long 



wavelength blocking filter generates heat since it absorbs a long 



wavelength of greater than 500nm, and the liquid crystal display panel is 
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also heated. When a wavelength of 300 to 320nm is irradiated with the 



liquid crystal display panel heated, liquid crystal photolysis reaction is 
stimulated as described above. Thus, the flow of heat relative to the liquid 



crystal display panel is prevented by arranging the long wavelength 
blocking filter on the irradiation light source side. Further, it is often the 
case that a short wavelength blocking filter may also absorb on a long 



wavelength side as well as a short wavelength side, and the short 
wavelength blocking filter is arranged on the irradiation light source side, 
thereby restraining the flow of heat relative to the liquid crystal display 



panel. 

[0056] Further, the amount of light for hardening the sealing material is 
preferably less than about 3000 mJ/cm 2 relative to line I. 



52 



[0057] The amount of light for hardening the corresponding resin is set 
based on the cumulative amount of light in a wavelength band (of about 



350nm ± 30nm) near a 365 emission line (line I) peak at which the 



irradiation strength of a high pressure mercury lamp becomes maximum. 



If the strength of the peak of line I is set to 100, the 313nm emission line 
peak becomes about 60 in case of a high pressure mercury lamp and 
about 30 in case of a metal halide lamp. But, since the high pressure 



mercury lamp has high strength only at the emission line peak, while the 
metal halide lamp becomes broad near the emission line peak, both lamps 



do not show a big difference in cumulative amount of light of a 



wavelength of 300 to 320nm. 



[0058] Light having a wavelength of about 300 to 500nm is irradiated to 
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liquid crystal, to thus prevent the lowering of the amount of ultraviolet 



light at which liquid crystal photolysis is activated. The transmittance of 



the blocking filter used shows 50% at a 313nm emission line peak and 



90% at a 365nm emission line peak. As a result, though different a little 



5 according to the type of liquid crystal, the cumulative amount of light in a 



wavelength band (of about 350nm ± 30nm) near a 365 emission line (line I) 



peak is about 1000 mJ/cm 2 . In the present invention, a wavelength of 300 



to 320nm can be attenuated by 15% by using the orientation film. But, in 



case of surface-irradiating ultraviolet rays to a large-sized substrate, if the 



10 guaranteed figures of the illuminance non-unifomity is generally ±15%, 



and the amount of light for hardening the corresponding resin is about 



3000 mJ/cm 2 relative to line I, the maximum value portion of the non- 
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uniformity exceeds this value and ultraviolet rays are irradiated to liquid 



crystal, thereby activating liquid crystal photolysis and lowering the 



retention. In order to activate the reaction, energy of greater than a 



predetermined quantity is required. If the energy exceeding the 



5 predetermined quantity is applied, the reaction is accelerated, or if the 



quantity of energy is less than the predetermined quantity, the reaction is 



not activated, making the reaction sluggish. 



[0059] There is provided a device for dropping liquid crystal according 



to the present invention, comprising: a dispenser means for discharging a 



10 predetermine amount of liquid crystal; and a measuring means for 



measuring the amount of liquid crystal discharged by the dispenser 



means, the measuring means having an optical sensor, integrating a 
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change in signals of the corresponding optical sensor generated when 



liquid discharged from the dispenser means passes through the optical 



sensor, and measuring the amount of liquid crystal discharged. 



[0060] The amount of liquid crystal discharged from the dispenser 



means is low in accuracy if there is merely the self control of the 



corresponding dispenser means, and thus the measuring means is 



disposed to measure the amount (volume) of corresponding liquid crystal 



by injecting liquid crystal discharged from the dispenser by the optical 



sensor. In this case, the output of the optical sensor shows a measured 



width of drops of the discharge liquid crystal. If continuously measured, a 



time change in discharge amount is measured, and if the measurement 



result is integrated, the value equivalent to the total amount of discharge 
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can be obtained. By measuring and this value and the discharge amount 
of the sealing materia, and comparing them with each other, the 
correlation is obtained in advance. Based on the corresponding 
correlation, the discharge amount of the sealing material can be estimated 
5 in real time. By this, the total discharge amount to be dropped on a 
desired region can be accurately controlled, and even when 
manufacturing a large screen liquid crystal panel, the uniformity of a cell 
thickness can be attained. 

[0061] in this case, as a concrete example, it is preferable that the 
10 measuring means measures the discharge amount of liquid crystal in a 
manner that laser light is irradiated in a direction almost perpendicular to 
discharge liquid crystal, and the output of the laser light is changed by the 
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discharge liquid crystal intersecting this laser light to detect it by the 



optical sensor. In this way, by using a laser as an irradiation light source, 



the discharge amount of liquid crystal can be measured more rapidly and 



accurately. 



5 [0062] Furthermore, it is preferable that the discharge amount of liquid 



crystal is measured in at least two directions or the corresponding 



discharge amount 5s measured in two directions orthogonal to each other 



since the accuracy of the measurement of discharge amount can be 



attained. 



10 [0063] Furthermore, it is preferable that the optical sensor is disposed 



at a position within 2cm from a liquid crystal discharge port of the 



dispenser means. 
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[0064] As a result of measuring the amount of liquid crystal dropped 
onto the sealing material by disposing the optical sensor on the liquid 



crystal discharge port of the needle of the dispenser means, it is seen that 
in most cases, since liquid drops are continuously dropped about 2cm 
from the liquid crystal discharge port, the discharge amount of liquid 
crystal is most preferably 1cm. This is because, if the discharge distance 
is increased to about 2cm or more by a pressure difference between the 



inner side and outer side of the inside of the needle or by the generation 



of bubbles, liquid crystal that has been continuously discharge at first 
becomes discontinuous, thereby reducing the accuracy of measurement. 



[0065] There is provided a device for dropping liquid crystal according 
to the present invention, comprising: a dispenser means for recognizing a 
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drop shape of liquid crystal discharged by the dispenser means and 



estimating the discharge amount of liquid crystal of the sealing material 



based on the corresponding shape. 



[0066] The amount of liquid crystal discharged from the dispenser 



means is low in accuracy if there is merely the self control of the 



corresponding dispenser means, and thus the measuring means is 



disposed to recognize a drop shape of liquid crystal discharged from the 



dispenser means and estimate the discharge amount of liquid crystal of 



the sealing material based on the corresponding shape. In this case, the 



correlation between the drop shape of liquid crystal and the amount 



(volume) thereof is obtained in advance, and the discharge amount of the 
sealing material is estimated based on them. By this, the total discharge 
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amount to be dropped on a desired region can be accurately controlled, 



and even when manufacturing a large screen liquid crystal panel, the 



uniformity of a cell thickness can be attained. 



[0067] In this case, as a concrete example, the measuring means 



5 optically recognizes the drop shape of liquid crystal, and estimates the 



discharge amount of liquid crystal of the sealing material from an image 



of the corresponding shape. 



[0068] Furthermore, the optical sensor may be disposed near a liquid 



crystal discharge port of the dispenser means to thus estimate the 



10 discharge amount of liquid crystal of the sealing material from the image 



of the drop shape of liquid crystal by using as a trigger signal a signal of 



the corresponding optical sensor generated when discharged liquid 
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crystal passes through the optical sensor. 



[0069] Furthermore, the dispenser means may be constructed in a 



manner that liquid crystal is discharged by moving a piston in a syringe, 



the discharge amount is controlled according to a stroke of the piston, 



5 and the stroke of the piston is automatically changed based on the result 



of the image processing. 



[0070] By this, an estimated value of the discharge amount from the 



dispenser means measured by the measuring means is feedbacked to the 



dispenser means, thereby enabling an accurate control of the discharge 



10 amount of liquid crystal. 



[0071] There is provided a device for dropping liquid crystal according 



to the present invention, comprising: a discharge means having a plurality 
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of thin tubes and for discharging a predetermined amount of liquid crystal 



from the respective thin tubes; and a measuring means having respective 



backing plates corresponding to the respective thin tubes and for 



measuring the weight of drops of liquid crystals received on the 



respective backing plates, wherein the drops of liquid crystal, the weight 



of which is measured by the measuring means and the discharge amount 



thereof is specified, are supplied from the respective backing plates. 
[0072] The amount of liquid crystal discharged from the discharge 



means is low in accuracy if there is merely the self control of the 



corresponding discharge means, and thus the measuring means is 



disposed to receive drops discharged from the respective thin tubes on 



the backing plates, measure the weight of the drops, and supply the drops 
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from the corresponding backing plates. At this time, the amount of drops 



remaining on the backing plates is measured in advance, and the amount 



supplied is controlled based on the amount of remaining drops. By this, 



the total discharge amount to be dropped on a desired region can be 



5 accurately controlled, and even when manufacturing a large screen liquid 



crystal panel, the uniformity of a cell thickness can be attained. 



[0073] In this case, it is preferable that water repellent finishing for 



splashing liquid crystal on a liquid crystal contact region of the measuring 



means is performed. By this, the remaining of liquid crystal is prevented 



10 as much as possible, and a still more accurate amount of liquid crystal 



can be supplied. 



[0074] There is provided a liquid crystal display device and a method of 
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manufacturing the same according to the present invention aiming at 
providing a device for dropping liquid crystal of a vertical orientation, 
which has a pair of substrates, at least one of which being transparent, a 
frame pattern is formed by applying a sealing material 21 to the peripheral 
part of a picture display region, liquid crystal whose dielectric isotropy is 
negative is dropped inside the frame pattern and the substrates are 
attached to each other, and the sealing material is hardened, wherein the 
liquid crystal material comprises a liquid crystal compound expressed by 
the following general formula and the number m of carbon atoms of the 
end alkyl group thereof is greater than two. 
[0075] 

[Chemical Formula 2] 
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H H 



CmH2ra+1 



H 





C2H5 



[0076] If the liquid crystal comprising a liquid crystal compound 



expressed by the following formula and having a number m of carbon 



atoms of the end alkyl group thereof being an even number is used, the 



5 specific resistance of bulk liquid crystal can be kept high. The liquid 



crystal comprising a neutral component having no polar group and having 



a number m of the general formula of an even number can obtain a good 



result in all of initial specific resistance, specific resistance after being left 



under a high temperature, and specific resistance after being exposed to 



10 ultraviolet rays (UV), as compared to liquid crystal comprising the same 



component and having a number m of an odd number. 
[0077] Furthermore, it is preferable that the liquid crystal is restricted to 
the liquid crystal compounds of the general formula having a number m of 
2 and 4. Generally, if the end alkyl group of a liquid crystal compound is 



lengthened, the liquid crystal display device is directed in a non- 
preferable way, including an increase of the viscosity of liquid crystal. The 
liquid crystal compound of the general formula functions to keep a wide 
nematic phase even when the temperature range of a mixed liquid crystal 



is at a low temperature side. In this case, it is preferred to include more 
than two kinds of compounds having a different number m. Therefore, in 



order to restrain an increase of the viscosity of liquid crystal, it is 



preferable to use compounds having a number m of 2 and 4. 
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[0078] There is provided a liquid crystal display device and a method of 
manufacturing the same according to the present invention aiming at 
providing a liquid crystal device of a vertical orientation, which has a pair 
of substrates, at least one of which being transparent, a frame pattern is 
formed by applying a sealing material 21 to the peripheral part of a picture 
display region, liquid crystal whose dielectric isotropy is negative is 
dropped inside the frame pattern and the substrates are attached to each 
other, and the sealing material is hardened, wherein the liquid crystal 
material comprises a neutral liquid crystal compound having no polarity, 
and the liquid crystal comprising this neutral liquid crystal compound has 
a high volatility with which the weight ratio decreases by 1% or more in a 
vacuum state when dropped, and has a rotational viscosity lower by 15% 
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or more as compared to the nonvolatile neutral liquid crystal compound. 



[0079] As for the rotational viscosity, the viscosity of liquid crystal can 



get smaller by 15% or more than that before introduction by introducing a 



low viscous material. The volatility of the liquid crystal at this time shows 



5 a decrease (volatilization) of more than 1% in the weight ratio. In this way, 



the response speed of the liquid crystal display device can be improved 



by making the liquid crystal material have a low viscosity. 

[0080] In this case, it is preferable the liquid crystal material has a 



transparent point of more than 70D, satisfies the dielectric isotropy At of - 



10 4.0<A£<0, and has a refractive index isotropy An of more than 0.1000. By 



satisfying this condition, display characteristics, such as luminance 



(transmittance), response speed and so on, or mass productivity can be 
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improved. 



[0081] Moreover, such a liquid crystal display device preferably has a 



multi-domain structure in which its liquid crystal molecules are aligned in 



more than two directions. By this, the viewing angle property can be 



5 improved, and the liquid crystal display device is made suitable for use in 



a liquid crystal monitor or the like. 



[0082] 



[0083] [Embodiment of the Invention] Hereinafter, preferred 



embodiments of the present invention will be described in detail with 



10 reference to the accompanying drawings. 



[0084] - General Construction of Liquid Crystal Display Device - FIG.1 



is a schematic cross sectional view showing a general main construction 
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of a liquid crystal display device. This liquid crystal display device 
includes: a pair of transparent glass substrates 1 and 2 facing each other 
at a predetermined gap; and a liquid crystal layer 3 caught between these 
transparent glass substrates 1 and 2. 
5 [0085] An insulating layer 4 is incorporated on a piece of a transparent 
glass substrate 1 to form a plurality of pixel electrodes 15 and form a 
transparent orientation film 6a as if covering the pixel electrodes 5, and a 
color filter 7, a common electrode 8 and an orientation 6b are sequentially 
laminated on another piece of a transparent glass substrate 2. The 
10 orientation films 6a and 6b are faced together so as to catch the liquid 
crystal layer 5, thereby fixing the glass substrates 1 and 2, and polarizers 
9 and 10 are disposed on outer sides of the respective substrates 1 and 2. 
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The pixel electrodes 5 are formed along with an active matrix, and in an 
illustrate example, a data bus line 11 of an active matrix is indicated. 
Further, the electrodes may be only disposed on one of the substrates 
(For example, in an IPS mode). 

[0086] Hereinafter, in the formation of a liquid crystal layer 3 using a 
dropping injection method, an example of various improvements in 
structure, in manufacturing process and in the device for dropping liquid 
crystal is disclosed in several embodiments to be described below. 
[0087] In a method of manufacturing a liquid crystal display device 
commonly used in each individual embodiment, ultraviolet curing resin or 
(ultraviolet plus thermo) setting resin is used as material of a main seal, a 
glass substrate A serving as a TFT (thin film transistor) substrate and a 
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glass substrate B serving as a CF (color filter) substrate are prepared, for 
example, a frame pattern of the main seal is formed on a picture display 
region of the glass substrate B by a dispenser, and liquid crystal is 
dropped inside the frame pattern by a dropping injection method, the 

5 substrates A and B are attached to each other, and the main seal is 
hardened. Thereafter, the attached substrates A and B are cut in the 
shape of a TFT substrate + a CF substrate, and undergo several 
subsequent processes, thereby completing a liquid crystal display device. 
[0088] (First Embodiment) FIG.2 is a schematic plane view showing the 

10 shape of a glass substrate with a frame pattern formed before a liquid 
crystal injection process is performed by a dropping injection method. In 
the present example, a link pattern and a frame pattern are formed on the 
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peripheral part of a display region 23 of a glass substrate 22 side serving 



as a CF substrate by applying ultraviolet resin (for example, a product of 



ThreeBond, product name: 30 Y-363) to the main seal 21 by a dispenser. A 



starting point 31a and an end point 31b of an overlapping portion 31 are 



5 disposed at a position where they become an unmounted side or an outer 
part of the frame pattern, and the link patter is formed so that they are 



adjacent to each other after they are attached to each other. 

[0089] Further, the seal width of the main seal 21 is set to 1mm, and a 



corner portion has a radius of 1mm so that the line width thereof is the 



10 same as a linear portion. The frame pattern is formed so that its inner 



circumferential side and a shielding film 23 have a gap of 0.5mm 



therebetween after being attached. 



74 



[0090] Next, a required amount of liquid crystal is dropped inside the 



frame pattern by the liquid crystal dropping method to bond the glass 



substrate 22 and the glass substrate serving as the TFT substrate in 



vacuum and drop liquid crystal by opening the atmosphere. 



5 [0091] Ultraviolet rays are collectively irradiated from the glass 



substrate 22, the seal is hardened by thermal treatment, and cut to a 



predetermined dimension, thereby obtaining a liquid crystal display panel. 



Further, as for the cutting of the substrates, the glass substrate 22 serving 



as the CF substrate is cut along a cut line 32, and the glass substrate 



10 serving as the TFT substrate is cut along a cut line 33. 



[0092] Here, for comparison with the liquid crystal display device of the 



present example, a liquid crystal display device as shown in FIG.23 as 
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comparative examples is manufactured. 

[0093] In the comparative example 1, as shown in FIG.23(a), a frame 
pattern is formed by a main seal 102. A starting point and an end point are 
disposed at a position on the frame pattern, and the frame pattern is 
linked between the starting point and the end point (an overlapping 



portion 103 is formed). Except for this, the comparative example 1 is 
constructed in the same way as the present example, thereby obtaining a 



liquid crystal display panel. 

[0094] In the comparative example 2, as shown in FIG.23(b), a frame 
pattern is formed by a main seal 102. A starting point and an end point are 
disposed at a position on the frame pattern or on the corner portion, and 
the frame pattern is linked between the starting point and the end point 
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(an overlapping portion 103 is formed). Further, the corner portion is not 
formed in an arc shape. Except for this, the comparative example 1 is 
constructed in the same way as the present example, thereby obtaining a 



liquid crystal display panel. 

[0095] In the present example, since the starting point 31a and the end 
point 31b are formed outside the frame pattern, the starting point 31a and 
the end point 31b are not overlapped on the frame pattern, and the main 
seal 21 of frame pattern linking portion and the shielding film 23 are not 
overlapped. In contrast, in the comparative examples 1 and 2, since an 
overlapping portion 103 of the starting point and end point are formed on 
the frame pattern, the main seal 102 of the frame pattern linking portion is 
overlapped with the shielding film 105. The seal width of the frame pattern 
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linking portion of the comparative examples 1 and 2 is 2.6mm, and the 



seal width of the main seal 102 when applied in a double layer is 2.0mm. 



This is because the dispenser moves in a vertical direction on the starting 
point and the end point, thus the seal application amount becomes 
greater than on the linear portion. The frame pattern linking portion of the 
comparative example 1 is protruded 0.8mm toward the inner 
circumferential side, and the gap between the inner circumferential side 



and the shielding film 105 is 0.5mm, thus the main seal 102 is overlapped 



with the shielding film 105. In the frame pattern linking portion of the prior 



art example 2, thought a protrusion amount is 0.8mm which is the same 
as the comparative example 1, the gap between the inner circumferential 



side and the shielding film 105 becomes 1.4 times wider. Thus the overlap 
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between the main seal 102 and the shielding film 105 is small, i.e., 0.1mm. 



If the gap between the inner circumferential side and the shielding film 



becomes much wider, the overlap between the main seal 102 and the 



shielding film 105 can be eliminated, but which is not appropriate because 



5 the ratio of outer dimensions to picture display region is increased (the 



frame becomes wider). 



[0096] Furthermore, if the starting point and the end point are 



separated from the frame pattern, the overlap between the main seal and 



the shielding film can be eliminated. But, this is not appropriate because 



10 the seal width of the frame pattern linking portion becomes smaller, 



thereby failing to maintain a strength required for the main seal 102. 



[0097] The liquid crystal display panels of the present example and the 
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comparative examples 1 and 2 are provided for a lighting test- As a result, 



while there occurs no display non-uniformity in the present example, 



there occurs display non-uniformity from a defective hardening of the 



main seal 102 in the frame pattern linking portion in the comparative 



5 examples 1 and 2. 



[0098] As described above, according to the first embodiment, display 



non-uniformity caused from a decrease in retention, which may easily 



occur due to the sealing material, is restrained, a liquid crystal display 



device is conveniently manufactured in an excellent yield, and a liquid 



10 crystal display device having a high reliability can be realized. 



[0099] - Modified Example - Here, several modified examples of the 



first embodiment will be described. 
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[00100] (Modified Example 1) In Modified Example 1, a two surface seal 
pattern as shown in FIG.3 by a main seal 41 and a four surface seal 
pattern as shown in FIG-4 by a main seal 42 are formed respectively by a 
dispenser on the peripheral part of a picture display region at a glass 



substrate 22 side serving as a CF substrate. 



[00101] On two surfaces of FIG.3, a starting point 43a and an end point 
43b are linked on a substrate 22 to continuously form a seal pattern as a 



single overlapping portion 43, and the main seal 41 is arranged not to be 
overlapped on a frame pattern coupling portion. On the other hand, on 
four surfaces of FIG.4, a starting point 44a and an end point 44b are linked 



on a substrate 22 to continuously form a seal pattern as a single 



overlapping portion 44, and the main seal 42 is arranged not to be 
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overlapped on a frame pattern coupling portion. Except for this, the 
modified example is constructed in the same way as the first embodiment, 



thereby obtaining a liquid crystal display panel. 

[00102] On the two surfaces of FIG.3, the starting point 43a and the end 



5 point 43b are disposed outside the frame pattern, and the main seal 41 is 



not overlapped on the frame pattern coupling portion, thus the main seal 



41 of the frame pattern linking portion is not overlapped with a shielding 



film 23. On the other hand, on the four surfaces of FIG.4, the main seal 42 



is overlapped on the frame pattern coupling portion, thus the seal width is 



10 increased to 2.0mm. But, this overlap is smaller than the overlapping 



portion between the starting point 44a and the end point 44b, and the 



coupling portion is a corner portion, thus the main seal 42 of the frame 
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pattern linking portion does not overlap with the shielding film 23. 



[00103] A liquid crystal display panel manufactured using the two 



surfaces of FIG.3 and a liquid crystal display panel manufactured using 



the four surfaces of FIG.4 were provided for a lighting test As a result, 



5 both of them show no display non-uniformity. 



[00104] (Modified Example 2) A main process of Modified Example 2 will 



be described in FIG.5. Here, (a) represents a schematic plane view of a 



substrate 22a, (b) represents a schematic cross sectional view of the 



substrate 22a near a transfer seal, and (c) represents a schematic cross 



10 sectional view magnifying the transfer seal. 



[00105] Here, an ITO film is formed by deposition on the surface of a 



resin spacer (eg, Micro Pearl SP manufactured by SEKISUI FINE 
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CHEMICAL Co., Ltd.), to thus obtain conductive particles 45. An ultraviolet 



curing resin used in the first embodiment is used for a transfer seal 24, 



and 1 wt% of the conductive particles 45 are incorporated therein. As a 



result of measuring the attenuation rate of ultraviolet rays acquired by the 



5 conductive particles 45 and a transparent electrode 46, the amount of light 



irradiated to the transfer seal 24 is smaller by 10% than the main seal 21. 



[00106] Further, a reflective film 47 serving as an electrode is formed 



using an aluminum film at a position where the transfer seal 24 of the TFT 



substrate side is formed. The formation of the aluminum film is carried out 



10 along with the film formation process of the TFT. As for ultraviolet 



irradiation, light of an amount required for ultraviolet curing the main seal 



21 is collectively irradiated from the substrate 22 side, and thereafter 
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ultraviolet rays formed of parallel rays are spot-irradiated to the transfer 



seal 24 from a vertical direction of the substrate by using a light guide 48. 



The amount of light for spot irradiation is almost the same (modified 



example 2A) as the amount of attenuation of ultraviolet rays acquired by 



5 the conductive particles 45 and the transparent electrode 46 or is 2/3 



(modified example 2B) of the corresponding amount of attenuation. 



[00107] Here, for comparison with the liquid crystal display device of the 



present example, a liquid crystal display device as shown in FIG.24 is 



manufactured as a comparative example. In this comparative example, 



10 conductive particles coated with nickel (eg, Micro Pearl SP manufactured 



by SEKISUI FINE CHEMICAL Co., Ltd.) are applied to the surface of a resin 



spacer, and 1 wt% thereof is incorporated in the transfer seal 106. Except 
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for this, the comparative example is constructed in the same way as the 



comparative example 1 of the first embodiment, thereby obtaining a liquid 



crystal display panel. 



[00108] The liquid crystal display panels of the modified examples 2A 



5 and 2B and the comparative example are provided for a lighting test. As a 
result, while there occurs no display non-uniformity in the modified 



examples 2A and 2B, there occurs display non-uniformity in the 



comparative example from a defective hardening of a frame pattern 



linking portion (overlapping portion 103) and the transfer seal 106. In the 



10 modified example 2B, though the amount of light irradiated to the transfer 



seal 24 is insufficient, the insufficient part is filled as ultraviolet rays are 



reflected by the reflective film 47, whereby no display non-uniformity 



86 



caused from a detective hardening occurs. 



[00109] If there is some margin between the amount of light for 



deteriorating liquid crystal and the amount of light for ultraviolet curing 



the sealing material, a reflective film can be formed on a lower part of the 



5 transfer seal 24 even without spot-irradiating ultraviolet rays to the 



transfer seal 24, and the transfer seal 24 can be hardened by slightly 



increasing the amount of light for batch irradiation. 



[00110] (Modified Example 3) In the Modified Example 3, as shown in 



FIG.6, substrates 22a and 22b are attached to each other by hardening the 



10 sealing material to form a substrate 51. Then, thermal treatment after 



ultraviolet irradiation is performed by using a substrate carrier cassette 52 
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With a carrier arm in-and-out spacer 53 of a structure for multipoint 



supporting the substrate 51 surface. 



[00111] As compared to this, in a comparative example, thermal 



treatment after ultraviolet irradiation is carried out by using a substrate 



5 carrier cassette 108 of a structure of supporting a substrate 100 at the end 



of a conventional substrate as shown in FIG.25. 



[00112] Except for this, the modified example 3 and the comparative 



example are constructed in the same way as the first embodiment, 



thereby obtaining a liquid crystal display panel. 



10 [00113] The liquid crystal display panels of the modified example 3 and 



the comparative example are provided for a lighting test. As a result, while 



there occurs no misalignment during thermal treatment, misalignment 
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occurs in the comparative example. In the modified example 3, the 



substrate 51 surface is multipoint-supported, thus the substrate 51 can be 



supported in parallel, while in the comparative example, it is supported 



only with the end of the substrate, the substrate 108 is bent greatly on the 



5 center, and misalignment occurs during thermal treatment. 



[00114] (Second Embodiment) FIG.7 is a schematic perspective view 



showing ultraviolet irradiation after a liquid crystal injection process is 



carried out by a dropping injection method in the present embodiment, 



and FIG.8 is a schematic cross sectional view showing a glass substrate 



10 with the inside of circle C in FIG. 7 is magnified. 



[00115] In the present example, an ultraviolet curing resin (product 



name: 30 Y-363 manufactured by Threebond, the amount of light for 
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hardening is 2500 mJ/cm 2 relative to line I), liquid crystal is injected by a 



dropping injection method, and thereafter a glass substrate 61 serving as 



a CF substrate and a glass substrate 62 serving as a TFT substrate are 



attached and cut to make a liquid crystal display panel. In the present 



5 example, an ultraviolet irradiation process to be carried out when 



attaching the glass substrates 61 and 62 is improved. 



[00116] The end of an orientation film 63 on the glass substrate 61 is 



formed on the region where it becomes an outer side of the inner 



circumferential side of the corresponding resin or an inner side of the 



10 outer circumferential side thereof. 



[00117] Further, for comparison, as shown in FIG.9, in a conventional 



example, a liquid crystal panel is manufactured, in which the end of the 
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orientation film 63 on the glass substrate 61 serving as a CF substrate is 



formed on the inner side of the inner circumferential side of the 



corresponding resin and a shielding mask 64 is disposed. 



[00118] Ultraviolet irradiation is carried out by using a high pressure 



5 mercury lamp as a light source and arranging a blocking filter 64 



transmitting almost no short wavelengths of less than 300nm and a 



blocking filter 65 transmitting almost no long wavelengths of greater than 



500nm as shown in FIG.7. 



[00119] As shown in FIG.10, the transmittance of a combination of both 
10 filters is 50% at a 313nm emission line peak, and 90% at a 365 emission 



line peak. The amount of ultraviolet light is 2700 mJ/cm 2 relative to line I. 



But, as a result of investigating non-uniformity of an irradiated region, the 
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amount of violet light is 2300 mJ/cm 2 at the minimum value portion of the 



non-uniformity and 3100 mJ/cm 2 at the maximum value portion thereof. 



[00120] As a result of measuring the respective transmittances of the 



glass substrate and of the glass substrate with the orientation film added 
5 thereto, the glass substrate (product name: nA35/NH manufactured by 



Technoglass/ film thickness: 0.7mm) shows 84% at a 313nm emission line 



peak, and the orientation film (product name: J ALS-684 manufactured by 



JSR Company/film thickness: 80nm) shows 71%. It is seen that the 



corresponding wavelength is attenuated by 15% by the orientation film. 
10 [00121] Ultraviolet rays are irradiated to liquid crystal (product name: 



MJ961213 manufactured by manufactured by Merck Inc.) by using 



blocking filters 64 and 65 of long and short wavelengths, and the 
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threshold of the amount of ultraviolet light at which liquid crystal 



photolysis is activated is obtained from a decrease of retention. As a 
result, as shown in FIG.11, in a case where ultraviolet rays are irradiated 
through the glass substrates, the decrease of retention becomes larger 
when the cumulative amount of light of a wavelength band (310±20nm) 
near a 313nm emission line peak is about 1000 mJ/cm 2 and the cumulative 
amount of light thereof relative to line I is about 3000 mJ/cm 2 , and the 
decrease of retention becomes smaller when less than these values. 



Further, as a result of obtaining the threshold of the amount of ultraviolet 
light at which liquid crystal photolysis is activated from a decrease of 
retention by using the blocking filter 64 of a long wavelength in the same 
manner, it can be seen that that value is 1000 to 1500 MJ/cm 2 relative to 
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line I, which is less than half the blocking filters of long and short 



wavelengths. This is because a long wavelength greater than 500nm is 



irradiated to heat liquid crystal, thereby accelerating liquid crystal 



photolysis caused from wavelengths of 300nm to 320nm. Therefore, it can 



5 be seen that the amount of ultraviolet light transmitting through the 



orientation film exceeds this value at any part of an irradiated region, 



thereby activating liquid crystal photolysis. 



[00122] In the present example, the main seal is hardened by applying 



blocking filters 64 and 65 of short and long wavelengths. Meanwhile, in 



10 conventional examples, the main seal is hardened by applying only the 



blocking filter of a shot wavelength (conventional example 1) and applying 



only the blocking filter of a long wavelength (conventional example 2) and 
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masking the portions excepting the corresponding resin with a shielding 



mask. As a result of testing the lighting and displaying of a thusly 



manufactured liquid crystal display panel, the conventional example 2 



shows display non-uniformity caused from a decrease of retention in all 



5 the circumferences near the main seal and the conventional example 2 



shows display non-uniformity caused from a decrease of retention near 



the main seal corresponding to the maximum value portion of an 



irradiated region. It can be assumed that this is caused from liquid crystal 



photolysis using ultraviolet irradiation. 



10 [00123] Further, in the conventional examples 1 and 2, a decrease in the 



retention occurs at some parts of a corner portion. Although the corner 



portion is attached to R (arc) so that the seal width is not increased when 
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applying the seal, the distance between the display region and the 



corresponding resin is closer than the peripheral part. In the conventional 



examples, the orientation film is disposed at the inner side of the inner 



circumferential side of the corresponding resin. Thus, if there is 



5 unhardened component, though a little, it is diffused into liquid crystal by 



thermal treatment and reaches near to the display region. As a result, it 



can be assumed that the retention has decreased at some parts of the 



corner portion. 



[00124] Meanwhile, in the present example, the display non-uniformity 



10 caused from a decrease of retention generated in the conventional 



examples 1 and 2 doe not occur. This is because liquid crystal photolysis 



is restrained by the filters and the orientation film and the melting of 
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unhardened components of the corresponding resin is restrained by the 



orientation film. 



[00125] As described above, according to the second embodiment, 
display non-uniformity caused from a decrease of retention, which may 
5 easily occur due to a sealing material, is restrained, a liquid crystal 
dropping device is conveniently manufactured at a high yield by using a 
dropping injection method, and a liquid crystal dropping device having a 



high reliability is realized. 

[00126] - Modified Example - Here, a modified example of the second 



10 embodiment will be described. 

[00127] In this modified example, the end of a transparent electrode and 
the end of an orientation film on a glass substrate 61 is formed on the 
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region where the ends thereof become an outer side of an inner 



circumferential side of the corresponding resin and an inner side of an 



outer circumferential side of the corresponding resin, and a liquid crystal 



display panel is manufactured in the same method as the second 



embodiment. Ultraviolet irradiation is performed in the same condition as 



the second embodiment except that the amount of ultraviolet light is 3200 



mJ/cm 2 relative to line I. As a result of investigating non-uniformity in an 



irradiated region, , the amount of violet light is 2300 mJ/cm 2 at the 
minimum value portion of the non-uniformity and 3100 mJ/cm 2 at the 



maximum value portion thereof. 



[00128] As a result of measuring the transmittance of the glass substrate 



with the transparent electrode and the orientation film added thereto, the 



98 



glass substrate shows 84% at a 313nm emission line peak, and the 



transparent electrode (ITO/film thickness: 80nm) and the orientation film 



shows 46%. It is seen that the corresponding wavelength is attenuated by 



45% by the transparent film and the orientation film. 



5 [00129] Therefore, it can be seen that the amount of ultraviolet light 



transmitting through the transparent electrode and the orientation film is 



attenuated by the transparent electrode and the orientation film even at 



the maximum value portion of an irradiated region, thereby inactivating 



liquid crystal photolysis. 



10 [00130] As a result of providing the thusly manufactured liquid crystal 



display panel for a lighting and display test, display non-uniformity 



caused from a decrease of retention generated in the conventional 
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examples does not occur. Further, by increasing the amount of ultraviolet 



light irradiated to the corresponding resin outside the end of the 



transparent electrode and the orientation film, more than the amount of 



light for hardening is irradiated even to the minimum value portion of non 



5 uniformity. Thus, in this modified example, the attaching strength is 



improved by 10% as compared to the second embodiment. 



[00131] - Comparative Examples 1 and 2 - A liquid crystal display panel 



is manufactured in the same method as the second embodiment. 



Although the condition of ultraviolet irradiation is the same as the second 



10 embodiment, a high pressure mercury lamp is used as an ultraviolet 



irradiation light source, and a blocking filter 65 transmitting almost no 
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short Wavelengths of less than 300nm is arranged on the glass substrate 



61 side, as shown in FIG. 12. 



[00132] As a result of obtaining the threshold of the amount of ultraviolet 



light at which liquid crystal photolysis is activated from a decrease of 



5 retention by using the blocking filter 65 of a short wavelength in the same 



manner, it can be seen that liquid crystal photolysis is not activated even 



if 3000 mJ/cm 2 is irradiated relative to line I. Therefore, it can be seen that 



liquid crystal photolysis is not activated even if there is no filter for 



attenuating a wavelength of 300nm to 320nm, such as a transparent 



10 electrode film or orientation film, on the region which is an outer side of 



the inner circumferential side of the corresponding resin or an inner side 



of the outer circumferential side thereof. 
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[00133] As a result of providing the thusly manufactured liquid crystal 



display panel (comparative example 1) for a lighting and display test, 



display non-uniformity caused from a decrease of retention occurs on the 



electrode near the main seal. As a result of decomposing this panel and 



5 analyzing the liquid crystal near the main seal by a gas chromatography, 



resin components caused from the main seal are detected. 



[00134] Furthermore, as shown in well-known examples, ultraviolet 



curing resin is manufactured by using a photoinitiator having an 



absorption spectrum at a long wavelength side of more than 320nm, and 



10 the same comparison is carried out by using the violet curing resin as a 



main seal. As a result of providing the thusly manufactured liquid crystal 



display panel (comparative example 2) for a lighting and display test, 
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display nori-uniformity caused from a decrease of retention occurs on 



some parts near the main seal. As a result of decomposing this panel and 



analyzing the liquid crystal near the main seal by a gas chromatography, 



though smaller in the extent as compared to comparative example 1, resin 



5 components caused from the main seal are detected. 



[00135] This is because if the corresponding resin is hardened at a long 



wavelength side of more than 320nm, the reaction rate of the 



corresponding resin is as much lowered as the energy amount is 



insufficient as compared to the case where a wavelength of 300 to 320nm 



10 is used. Even if an absorption spectrum of a photoinitiator is shifted to the 



long wavelength side of more than 320nm, it is shown that only the 
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absorption efficiency of energy is improved, but the reaction rate of the 



corresponding resin does not fall within the same extent. 



[00136] (Third Embodiment) FIG.13 is a schematic perspective view of a 



device for dropping liquid crystal of this embodiment. This device for 



5 dropping liquid crystal comprises a dispenser 71 for discharging a 



predetermined amount of liquid crystal; and a measuring means 72 for 



measuring the amount of liquid crystal discharged by the dispenser. 



[00137] The dispenser 71 discharges a predetermined amount of liquid 



crystal from a discharge portion of a needle shape, and drops liquid 



10 crystal inside a frame pattern formed on a glass substrate. 



[00138] The measuring means 72 comprises a laser device 73, an 



irradiation light source, an optical sensor 74 for sensing a laser light 
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irradiated from the laser device 73, a data logger 75 for recording an 



output of the optical sensor 74 depending on time, and a computer 76 for 



analyzing and displaying a result of recording by the data logger 75. 



[00139] In this device for dropping liquid crystal, laser light is irradiated 



5 from the laser device 73 to the liquid crystal discharged from the 



dispenser 71, and the result of sensing the laser light intersecting 



dropping liquid crystal by the optical sensor 74 is recorded by the data 



logger 75. At this time, the data logger 75 records, for example, an output 



change depending on time as shown in FIG. 14. The discharge amount of 



10 liquid crystal is measured by time-integrating this output by the computer 



76. The computer 76 estimates the corresponding weight based on a 
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written correlation between an output of the optical sensor 74 and the 



weight of liquid crystal. 



[00140] Further, although the illustrate example shows only one optical 



sensor, two optical sensors may be disposed to measure the discharge 



5 amount of liquid crystal in two directions orthogonal to each other, or an 



additional optical sensor is disposed to measure from multilateral 



perspectives. 



[00141] Further, the dispenser 71 may be constructed in a manner to 



discharge liquid crystal by moving a piston in a syringe, control the 



10 discharge amount according to a stroke of the piston, and automatically 



change the stroke of the piston based on the result of image processing. 



[00142] As for the positional relationship between the dispenser 71 and 
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the optical sensor 74, as shown in FIG.15, it can be seen that since liquid 



drops are continuously dropped about 2cm from the liquid crystal 



discharge port, the discharge amount of liquid crystal is most preferably 



1cm. This is because, if the discharge distance is increased to about 2cm 



5 or more by a pressure difference between the inner side and outer side of 



the inside of the needle or by the generation of bubbles, liquid crystal that 



has been continuously discharge at first becomes discontinuous, thereby 



reducing the accuracy of measurement 



[00143] Actually, the discharge amount was measured by using this 



10 device for dropping liquid crystal. At this time, a number of times of 



injection is 100,000 per second, a total amount of liquid crystal to be 



dropped is 250mg and the liquid crystal is dropped at 48 points, thus the 
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dropping amount per dropping is 5.21 mg. The dispenser 71 is set to 



discharge this amount. 



[00144] After dropping, as a result of estimating the total dropping 



amount from 48 number of times of output of the optical sensor 74, it was 



245mg. Thus, 5mg was added by using a micro syringe. As a result of 



measuring the non-uniformity of the cell thickness of the thusly 



manufactured liquid crystal display panel, a change within about 1% was 



shown. In the present example, a number of times of injecting discharge 



liquid crystal can be increased further, thus even a dispenser having the 



function of repeating discharge within a short time can cope with this 



phenomenon. 



[00145] As described above, according to the device for dropping liquid 
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crystal of the third embodiment, the quantity of a liquid crystal dropped in 
a dropping injection method can be precisely measured and controlled 



and the cell thickness can be made uniform by properly controlling the 



quantity of a liquid crystal for each dropping region, and a liquid crystal 
dropping injection having a high reliability can be performed at a good 



yield. 

[00146] - Modified Example - Here, several modified examples of the 



third embodiment will be described. 



[00147] (Modified Example 1) In Modified Example 1, as shown in 
FIG.16(a), a measuring means 77 is constructed to measure the discharge 
amount from a liquid drop shape of liquid crystal dropped in a frame 



pattern of a glass substrate from a dispenser 71. 
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[00148] The measuring means 77 comprises a CCD 78 for taking a 



picture of dropped liquid crystal and a computer 76 for calculating a 
surface area of an oblique region of liquid crystal 79 from an output of the 



CCD 78 as shown in FIG.16(b) and estimating the corresponding weight 



based on a written correlation between the corresponding surface area 



and the weight (volume) of liquid crystal. 



[00149] Further, although the illustrated example shows only one CCD, it 
may be also possible to dispose a plurality of CCDs for recognize a liquid 



crystal shape in different directions, in order to improve the accuracy of 



measurement. 



[00150] (Modified Example 2) In Modified Example 2, as shown in 



FIG.17(a), a measuring means 81 is constructed to measure the discharge 
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amount from a liquid drop shape of liquid crystal in the air discharged 



from a dispenser 71. 



[00151] The measuring means 81 comprises a laser device 73, an 



irradiation light source, an optical sensor 74 for sensing a laser light 



irradiated from the laser device 73, a CCD 78 for taking a picture of liquid 



crystal dropped in the air at a timing when the optical sensor 74 



recognizes the passage of liquid crystal by the laser light, and a computer 



76 for calculating a surface area of an oblique region of liquid crystal 79 



from an output of the CCD 78 as shown in FIG.17(b) and estimating the 



corresponding weight based on a written correlation between the 



corresponding surface area and the weight (volume) of liquid crystal. 



[00152] In this case, since a liquid crystal shape in the air can be surely 
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recognized by the CCD 78, it can be measured at a high accuracy without 



being affected by the surface shape of the glass substrate. Further, 



although the illustrated example shows only one CCD, it may be also 



possible to dispose a plurality of CCDs for recognize a liquid crystal 
shape in different directions, in order to improve the accuracy of 



measurement. 



[00153] (Modified Example 3) A device for dropping liquid crystal of 
Modified Example 3 comprises, as shown in FIG.18(a), a metering and 



dropping jig 83 having a plurality of thin glass tubs 82, which is a 
discharge means for discharging a predetermined amount of liquid crystal 



from the respective thin tubes 82, and a measuring means 85 having 



respective backing plates 84 corresponding to the respective thin tubes 
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82 of the metering and dropping jig 83 and for measuring the weight of 



drops of liquid crystal received on these backing plates 84, wherein the 



drops of liquid crystal, the weight of which is measured by the measuring 



means and the discharge amount thereof is specified, are supplied in a 



manner to be dropped in the frame pattern of the glass substrate by 



rotating the respective backing plates 84. 

[00154] The respective thin tubes 82, as shown in FIG.18(b), Is coated 
with Teflon (Registered Trademark) having a high water repellence on the 



inner surface contacted with liquid crystal, and has a structure in which 
liquid crystal is pushed out and discharged by a pressure of inactive gas. 
When dropping liquid crystal on a glass substrate, the liquid crystal often 



remains in the respective thin tubes 82, thus it is preferable to promote 
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discharge by using inactive gas. And, liquid crystal can be discharged 
more effectively by coating Teflon on the inner surface of the respective 
thin tubes 82. 

[00155] (Fourth Embodiment) In this embodiment, a preferred liquid 
crystal material to which a liquid dropping method is applied is disclosed. 
The liquid crystal material of this example includes a liquid crystal 
compound expressed by the following general formula and the number m 
of carbon atoms of the end alkyl group thereof is greater than two. 
[00156] 

[Chemical Formula 3] 
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CmH2m+1 




[00157] If the liquid crystal comprising a liquid crystal compound 



expressed by the following formula and having a number m of carbon 



atoms of the end alkyl group thereof of an even number is used, the 



5 specific resistance of bulk liquid crystal can be kept high. 



[00158] In the present example, there are prepared a liquid crystal a 



having a number m of the general formula of an even number and a liquid 



crystal a 5 having a number m of the general formula of an odd number, 



both of them comprising a neutral component having no polar group as a 



10 common matrix. The specific resistance values of bulk liquid crystal for 
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the two liquid crystal materials are compared according to the following 



condition. 



[001591 The liquid crystal comprising a neutral component having no 



polar group and having a number m of the general formula of an even 



5 number can obtain a good result in all of initial specific resistance, 



specific resistance after being left under a high temperature, and specific 



resistance after being exposed to ultraviolet rays (UV), as compared to 



liquid crystal comprising the same component and having a number m of 



an odd number. 



10 [00160J Furthermore, it is preferable that the liquid crystal is restricted to 



the liquid crystal compounds of the general formula having a number m of 



2 and 4. Generally, if the end of a liquid crystal compound is lengthened, 
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the liquid crystal display device is directed in a non-preferable way, 



including an increase of the viscosity of liquid crystal and a decrease of 



the response speed. The liquid crystal compound of the general formula 



functions to keep a wide nematic phase even when the temperature range 



5 of a mixed liquid crystal is at a low temperature side. In this case, it is 



preferred to include more than two kinds of compounds having a different 



number m as a chemical compound. Therefore, in order to restrain an 



increase of the viscosity of liquid crystal, it is preferable to use 



compounds having a number m of 2 and 4. 



10 [00161] It is necessary to make the liquid crystal material have a low 



viscosity and improve the response speed of the device for dropping 



liquid crystal. In the dropping injection method, a vacuum left state 
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(including an exhaustion time) upon attaching is very short. 



Conventionally, the exhaustion time requiring several hours can be 



shortened to several minutes. Thus, conventionally, since liquid crystal 



volatilizes in vacuum, it is necessary to adjust the liquid crystal by a liquid 



5 crystal compound with a restrained volatility. Meanwhile, in the dropping 



injection method, even material with volatility can be treated for mass 



production. 



[00162] Further, if a low viscous material that reduces the viscosity of 



liquid crystal is applied, the viscosity of liquid crystal can be reduced by 



10 more than 15% as compared to that before the application of viscous 



liquid crystal (FIG.21: liquid crystal E -> liquid crystal D). At this time, the 
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volatility of the liquid crystal shows a reduction (volatilization) of more 



than 1% in the weight ratio. 



[00163] As a result of measuring the T-V property, there is no significant 
difference between before the application of a low viscous material and 



5 after the application thereof. Meanwhile, it is seen that the response 
property can be accelerated and effective by including a halftone 



response. 

[00164] Further, from the relation with the specification of the liquid 
crystal display device, display characteristics, such as luminance 
10 (transmittance), response speed and so on, or mass productivity can be 
improved by using a liquid crystal material having a transparent point of 



more than 70O, satisfying the dielectric isotropy At of -4.0<Ae<0, and 



having a refractive index isotropy An of more than 0.1000. 



[00165] Moreover, if such a liquid crystal display device has a multi- 



domain structure in which its liquid crystal molecules are aligned in more 



5 than two directions, the viewing angle property can be improved, thereby 



making the liquid crystal display device suitable for use in a liquid crystal 



monitor or the like. 



[00166] - Experimental Example - Hereinafter, an experimental example 



in which a liquid crystal display device according to a fourth embodiment 



10 is manufactured and several display characteristics are investigated will 



be described. 
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[00167] (Experimental Example 1) A substrate having an ITO electrode is 



used, a product name JALS-684 (manufactured by JSR Company) is 



formed as an orientation film by a spinner, a predetermined spacer (cell 



thickness: 4.0p.m) is applied, and they are attached by using a 



5 thermosetting sealing material, thereby manufacturing a hollow cell. 



[00168] A liquid crystal A having a number m of 1 and 3 and liquid 



crystals B and C having a number m of 2 and 4 are injected into respective 



hollow cells and sealed, and a polarizing plate is attached to the liquid 



crystal in a cross nicol configuration, thereby manufacturing a VA cell. 



10 [00169] As shown in FIG.20, the voltage retention, ion density, and 



residual DC voltage of each of cells are measured, and differences 



between their electrical properties are investigated. Liquid crystal A, liquid 
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crystal B and liquid crystal C have physical properties as shown in Table 



1. Further, (a) and (b) show a voltage retention, (c) show an ion density, 



and (d) show a residual DC voltage. As a result of the experiment, liquid 



crystals B and C (number m = 2, 4) are improved in electric properties as 



compared to liquid crystal A (number m = 1, 3), and dependence by 



cumulative component is shown. 



[00170] 

[Table 1 ] Liquid Crystal A Liquid crystal B Liquid Crystal C Liquid 
Crystal D Liquid Crystal E 







MB 


ftAC 


SAD 


$AE 


NI& 


71 °C 


72°C 


73°C 


72°C 


70°C 


An 


0. 0822 


0. 0826 


0. 0810 


0. 1014 


0. 1007 


Ae 


-3.8 


-3.6 


-3.6 


-3.5 


-3.5 


Kn 


13.6 


12.8 


13.7 


11.8 


10.8 


K33 


14.7 


13.2 


13.9 


13.6 


12.5 


71 


135 


139 


142 


190 


157 
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[00171] (Experimental Example 2) The specific resistances of liquid 
crystals A, B and C were measured. They were investigated according to 
four conditions: 1) the initial value of bulk liquid crystal, 2) after UV 
exposure (100 mW/cm2, 60 seconds), 3) after heating (120D, 60 seconds), 
5 and after dropping UV curing resin (contamination dependence). Liquid 
crystals B and C (number m = 3, 4) can obtain a result superior than liquid 
crystal A (number m = 1, 3), especially, data after UV exposure is 
improved in its specific resistance by one digit. 

[00172] (Experimental Example 3) A difference between liquid crystal D 
10 before the application of a low viscous material and liquid crystal E after 
the application thereof were investigated. The applied liquid crystal D is 
liquid crystal which has no problem even if a conventional vacuum deep 
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injection was used. Meanwhile, a low viscous material was applied to 
liquid crystal E, the liquid crystal has volatility to vacuum leaving. 
[00173] As a result of the experiment, as shown in FIG.21, it is seen that 
liquid crystal E shows a change (reduction) in weight by 1% or so after 
one hour leaving, and has a volatility higher enough than liquid crystal D. 



[00174J A VA cell was manufactured in the same order as the third 

embodiment except that liquid crystals D and E are used and a spacer is 



modified (cell thickness: 3.5^m). T-V properties are the same. As shown in 
FIG.22, as a result of investigating the response speed, for every applied 
voltage, liquid crystal E having a low viscous material applied thereto was 
accelerated as compared to liquid crystal D, especially, the effect of the 
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acceleration was large in a halftone region equivalent to a low gradation 



side. 



[00175] As described above, according to a fourth embodiment, a liquid 
crystal material most suited for the dropping injection method can be 
provided, and thus the viscosity of the liquid crystal can be restrained so 
as to be low to accelerate the response speed, especially halftone 



response speed, and enable the improvement of the display 



characteristics. 



[00176] Hereinafter, several aspects of the present invention will be 



described in appendices. 



[00177] (Appendix 1) A method of manufacturing a liquid crystal display 
device, in which a frame pattern is formed by applying a sealing material 
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to the peripheral part of a picture display region provided on one out of a 



pair of substrates, the liquid crystal is dropped inside the frame pattern 



and the substrates are attached to each other, and the sealing material is 



hardened, wherein the sealing material is applied so as to position a 



starting point and an end point of the sealing material application outside 



the frame pattern. 



[00178] (Appendix 2) The method of manufacturing a liquid crystal 



display device of Appendix 1, wherein the sealing material is coated so as 



to position at least one of the starting point and the end point on an 



unmounted side of the substrate. 



[00179] (Appendix 3) The method of manufacturing a liquid crystal 



display device of Appendix 2, wherein at least one of the starting point 



126 



and the end point is linked with the frame pattern so as to intersect the 
unmounted side. 

[00180] (Appendix 4) The method of manufacturing a liquid crystal 
display device of Appendix 1, wherein a seal pattern is continuously 

5 formed by using the sealing material by making the starting point and the 
end point consistent with each other on the substrates. 
[00181] (Appendix 5) A method of manufacturing a liquid crystal display 
device, in which a frame pattern is formed by applying a sealing material 
to the peripheral part of a picture display region provided on one out of a 

10 pair of substrates, the liquid crystal is dropped inside the frame pattern 
and the substrates are attached to each other, and the sealing material is 
hardened, wherein in order to conduct the pair of substrates, ultraviolet 
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rays formed of parallel rays for hardening resin are spot irradiated onto a 
transfer seal, formed by incorporating conductive particles into resin, 
from a vertical direction or sloping direction of the substrate. 
[00182] (Appendix 6) A method of manufacturing a liquid crystal display 
5 device, in which a frame pattern is formed by applying a sealing material 
to the peripheral part of a picture display region provided on one out of a 
pair of substrates, the liquid crystal is dropped inside the frame pattern 
and the substrates are attached to each other, and the sealing material is 
hardened, wherein in order to conduct the pair of substrates, a transfer 
10 seal, formed by incorporating conductive particles into resin, is applied, 
the transfer seal is hardened by ultraviolet irradiation for attaching the 
substrates by hardening the resin, and the substrates are thermally 
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treated, being supported in parallel by a support case, after the irradiation 



of ultraviolet rays. 



[00183] (Appendix 7) A method of manufacturing a liquid crystal display 
device, in which a frame pattern is formed by applying a sealing material 



to the peripheral part of a picture display region provided on one out of a 



pair of substrates, the liquid crystal is dropped inside the frame pattern 
and the substrates are attached to each other, and the sealing material is 



hardened, wherein the pair of substrates are conducted by a transfer seal 
formed by incorporating particles coated with a transparent conductive 



film on the surface. 

[00184] (Appendix 8) A liquid crystal display device, in which a frame 
pattern is formed by applying a sealing material to the peripheral part of a 
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picture display region provided on one out of a pair of substrates, the 
liquid crystal is dropped inside the frame pattern and the substrates are 
attached to each other, and the sealing material is hardened, wherein a 
film for reflecting ultraviolet rays irradiated for hardening the resin is 
5 formed as an electrode on a lower part of a transfer seal for conducting 
the pair of substrates. 

[00185] (Appendix 9) The method for manufacturing a liquid crystal 
display device of Appendix 8, wherein an aluminum film or silver film is 
used as the film for reflecting ultraviolet rays and formed on the substrate 
10 at a thin film transistor side. 

[00186] (Appendix 10) A method of manufacturing a liquid crystal 
display device, in which a frame pattern is formed by applying a sealing 
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material to the peripheral part of a picture display region provided on one 



out of a pair of substrates, the liquid crystal is dropped inside the frame 



pattern and the substrates are attached to each other, and the sealing 



material is hardened, wherein a liquid crystal orientation film is formed on 



the region where the ends thereof become an outer side of an inner 



circumferential side of the sealing material and an inner side of an outer 



circumferential side of the sealing material, light having a wavelength of 



about 300 to 500nm is irradiated, and the sealing material is hardened. 



[00187] (Appendix 11) The method for manufacturing a liquid crystal 



display device of claim Appendix 10, wherein the ends of the orientation 
film on the substrate where at least a color filter is formed are formed on 



the region where the ends thereof become an outer side of an inner 
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circumferential side of the sealing material and an inner side of an outer 
circumferential side of the sealing material, light having the above 
wavelength is irradiated from the corresponding substrate side, and the 
sealing material is hardened. 
5 [00188] (Appendix 12) The method for manufacturing a liquid crystal 
display device of Appendix 10 or 11, wherein a filter for blocking almost 
all wavelengths except for the corresponding wavelength is arranged at 
an irradiation light source side as a means for irradiating light having a 
wavelength of about 300 to 500nm. 
10 [00189] (Appendix 13) The method for manufacturing a liquid crystal 
display device of one of Appendices 10 to 12, wherein the amount of light 
for hardening the sealing material is preferably less than about 3000 
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mJ/cm 2 relative to line I. 



[00190] (Appendix 14) A device for dropping liquid crystal, comprising: a 
dispenser means for discharging a predetermine amount of liquid crystal; 



and a measuring means for measuring the amount of liquid crystal 



5 discharged by the dispenser means, the measuring means having an 



optical sensor, integrating a change in signals of the corresponding 



optical sensor generated when liquid discharged from the dispenser 



means passes through the optical sensor, and measuring the amount of 



liquid crystal discharged. 



10 [00191] (Appendix 15) The device for dropping liquid crystal of Appendix 



14, wherein the measuring means measures the discharge amount of 



liquid crystal in a manner that laser light is irradiated in a direction almost 
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perpendicular to discharge liquid crystal, and the output of the laser light 



is changed by the discharge liquid crystal intersecting this laser light to 



detect it by the optical sensor. 



[00192] (Appendix 16) The device for dropping liquid crystal of Appendix 



14 or 15, wherein the discharge amount of liquid crystal is measured in at 



least two directions. 



[00193] (Appendix 17) The device for dropping liquid crystal of Appendix 



16, wherein the discharge amount of liquid crystal is measured in two 



directions almost orthogonal to each other 



[00194] (Appendix 18) The device for dropping liquid crystal of one of 
Appendices 14 to 17, wherein the optical sensor is disposed at a position 



within 2cm from a liquid crystal discharge port of the dispenser means. 
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[00195J (Appendix 19) A device for dropping liquid crystal, comprising: a 
dispenser means for recognizing a drop shape of liquid crystal 
discharged by the dispenser means and estimating the discharge amount 
of liquid crystal of the sealing material based on the corresponding shape. 

5 [00196] (Appendix 20) The device for dropping liquid crystal of Appendix 
19, wherein the measuring means optically recognizes the drop shape of 
liquid crystal, and estimates the discharge amount of liquid crystal of the 
sealing material from an image of the corresponding shape. 
[00197] (Appendix 21) The device for dropping liquid crystal of Appendix 

10 20, wherein the optical sensor may be disposed near a liquid crystal 
discharge port of the dispenser means to thus estimate the discharge 
amount of liquid crystal of the sealing material from the image of the drop 
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shape of liquid crystal by using as a trigger signal a signal of the 
corresponding optical sensor generated when discharged liquid crystal 
passes through the optical sensor. 

[00198] (Appendix 22) The device for dropping liquid crystal of one of 
5 Appendices 19 to 21, wherein the dispenser means discharges liquid 
crystal by moving a piston in a syringe, controls the discharge amount 
according to a stroke of the piston, and automatically changes the stroke 
of the piston based on the result of the image processing. 
[00199] (Appendix 23) A device for dropping liquid crystal, comprising: a 
10 discharge means having a plurality of thin tubes and for discharging a 
predetermined amount of liquid crystal from the respective thin tubes; 
and a measuring means having respective backing plates corresponding 
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to the respective thin tubes and for measuring the weight of drops of 
liquid crystals received on the respective backing plates, wherein the 
drops of liquid crystal, the weight of which is measured by the measuring 
means and the discharge amount thereof is specified, are supplied from 



the respective backing plates. 

[00200] (Appendix 24) The device for dropping liquid crystal of Appendix 
23, wherein water repellent finishing for splashing liquid crystal on a 
liquid crystal contact region of the measuring means is performed. By 
this, the remaining of liquid crystal is prevented as much as possible, and 
a still more accurate amount of liquid crystal can be supplied. 
[00201] (Appendix 25) A liquid crystal display device of a vertical 
orientation, which has a pair of substrates, at least one of which being 
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transparent, a frame pattern is formed by applying a sealing material 21 to 
the peripheral part of a picture display region, liquid crystal whose 
dielectric isotropy is negative is dropped inside the frame pattern and the 



substrates are attached to each other, and the sealing material is 



5 hardened, wherein the liquid crystal material comprises a liquid crystal 



compound expressed by the following general formula and the number m 
of carbon atoms of the end alkyl group thereof is greater than two. 



[Chemical Formula 4] 




H H 



10 [00202] (Appendix 26) The liquid crystal device of claim 25, wherein the 
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liquid crystal compound has a number m of carbon atoms of the end alkyl 



group thereof 2 or 4. 



[00203] (Appendix 27) A liquid crystal device of a vertical orientation, 



which has a pair of substrates, at least one of which being transparent, a 



5 frame pattern is formed by applying a sealing material 21 to the peripheral 



part of a picture display region, liquid crystal whose dielectric isotropy is 



negative is dropped inside the frame pattern and the substrates are 



attached to each other, and the sealing material is hardened, wherein the 



liquid crystal material comprises a neutral liquid crystal compound having 



10 no polarity, and the liquid crystal comprising this neutral liquid crystal 



compound has a high volatility with which the weight ratio decreases by 



1% or more in a vacuum state when dropped, and has a rotational 
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viscosity lower by 15% or more as compared to the nonvolatile neutral 
liquid crystal compound. 

[00204] (Appendix 28) The liquid crystal device of Appendix 27, wherein 
the liquid crystal material has a transparent point of more than 70D, 
5 satisfies the dielectric isotropy At of -4.0<A£<0, and has a refractive index 
isotropy An of more than 0.1000. 
[00205] 

[Effect of the Invention] According to the first embodiment, to restrain 
display non-uniformity caused from a decrease of retention, which may 
10 easily occur due to a sealing material, manufacture a liquid crystal 
dropping device conveniently at a high yield by using a dropping injection 
method, and realizes a liquid crystal dropping device having a high 
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reliability. 



[00206] Furthermore, it is possible to realize a device for dropping liquid 



crystal which performs a liquid crystal dropping injection having a good 



yield and a high reliability by enabling the quantity of a liquid crystal 



5 dropped in a dropping injection method to be precisely measured and 



controlled and making the cell thickness uniform by properly controlling 



the quantity of a liquid crystal for each dropping region. 



[00207] Furthermore, it is possible to realize a liquid crystal display 



device which restrains the viscosity of the liquid crystal so as to be low by 



10 using a liquid crystal material most suited for the dropping injection 



method, accelerates the response speed, especially halftone response 



speed and improves display properties further more. 
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[Description of Drawings] 

FIG.1 is a schematic cross sectional view showing a general main 



construction of a liquid crystal display device. 



FIG.2 is a schematic plane view showing the shape of a glass substrate 



with a frame pattern formed before a liquid crystal injection process is 



performed by a dropping injection method. 



FIG.3 is a schematic plane view showing a main construction (two 



surfaces) of modified example 1 of the first embodiment. 

FIG.4 is a schematic plane view showing a main construction (four 



surfaces) of modified example 1 of the first embodiment. 



FIG.5 is a schematic view showing a main process of modified example 2 



142 



of the first embodiment. 



FIG.6 is a schematic perspective view showing a substrate carrier 



cassette of modified example 3 of the first embodiment. 



FIG.7 is a schematic perspective view showing ultraviolet irradiation after 
5 a liquid crystal injection process is carried out by a dropping injection 



method in a second embodiment. 

FIG.8 is a schematic cross sectional view showing a glass substrate with 



the inside of circle C in FIG. 7 is magnified. 

FIG.9 is a schematic perspective view showing comparative examples of 



10 the second embodiment. 

FIG.10 is a characteristic view showing the wavelength dependence of 



transmittance. 
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FIG.11 is a characteristic view showing the photolysis reaction of liquid 



crystal. 

FIG.12 is a schematic perspective view showing comparative examples 1 



and 2 of the second embodiment. 
5 FIG.13 is a schematic perspective view of a device for dropping liquid 



crystal of a third embodiment. 

FIG.14 is a characteristic view showing an output change depending on 



the time of an optical sensor. 

F1G.15 is a schematic block diagram showing the positional relationship 
10 between a dispenser and the optical sensor. 

FIG.16 is a schematic block diagram showing modified example 1 of the 



device for dropping liquid crystal of the third embodiment. 
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FIG.17 is a schematic block diagram showing modified example 2 of the 



device for dropping liquid crystal of the third embodiment. 

FIG.18 is a schematic block diagram showing modified example 3 of the 



device for dropping liquid crystal of the third embodiment. 

FIG.19 is a characteristic view showing the initial specific resistance of 



liquid crystal material, the specific resistance after a high temperature 

leaving, and the specific resistance after UV exposure in a fourth 



embodiment. 



FIG.20 is a characteristic view showing the result of measuring the 
voltage retention, ion density and residual DC voltage of each of cells in 



experimental example 3. 

FIG.21 is a characteristic view showing the result of investigating a 
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difference in volatility between liquid crystal before the application of a 



low viscous material and liquid crystal after the application thereof. 



FIG.22 is a characteristic view showing the result of investigating a 



difference in acceleration between liquid crystal before the application of 



a low viscous material and liquid crystal after the application thereof. 



FIG.23 is a schematic view for explaining problems about a sealing 



material in the prior art. 



F1G.24 is a schematic view for explaining problems about the sealing 



material in the prior art. 



FIG.25 is a schematic view for explaining problems about the sealing 



material in the prior art. 



FIG.26 is a schematic view for explaining problems about the sealing 
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material in the prior art. 

FIG.27 is a schematic view for explaining problems about the sealing 



material in the prior art. 

FIG.28 is a schematic view for explaining problems about the sealing 



5 material in the prior art. 



[Description of Reference Numerals] 



1 , 2, 22 glass substrate 



21, 41, 42 main seal 



23 shielding film 



10 24 transfer seal 



31 , 44 overlapping portion 



31a starting point 
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31b ending point 



45 conductive particles 



46 transparent electrode 



47 reflective film 



5 52 substrate carrier cassette 



64 blocking filter for short wavelengths less than 300nm 



65 blocking filter for long wavelengths of 500nm or less 



71 dispenser 



72, 77, 85measuring means 



10 73 laser device 



74 optical sensor 



75 data logger 
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76 computer 

78 CCD 

82 thin glass tube 

83 metering and dropping jig 
5 84 backing plate 
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fe^ L-Cfc fiv«JBTfl t S« LTg^^l> i fc t: J: 
9s fin a n$^©<L. ^A^. «»ft»9S:»SlL 
T. i?« n a tLTc7)^^fl:tc^^^t(c^S. 
[00221 S^60^^A7. W^»IA^^ 
LT\ a H V^Wcfc*ti«««ffiWI<W(»LTi5 
0. ?S B 3 B -fe/UomES^$r©< . -f 

[00231 A^tntm wwvtsasL 

^Wi:m^B e a fl:^Cfic#-r^^h^£aiL 
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5.U>^fcA»t>. H5iE3ggo3^*>f>lg5I«9*£<$ 

[ 0 0 2 4 ] ifc . m&crffl&ZmK T&fcfc LTt>. 
^ H B «;1±#*£ < 3^>T L4 -.tli^S^It LT 

[0025] atawLfc* 3 }@TaAa»ijg B H oa 

(0026) *89K;L mimMiz&^X^ixtzhcr, 
[0027] ( 1 ) y-y^JtigaLT^L^^e 

[0028] (2) mrnxw^i.hT&sknmr&^n 
-ri.. 

[00291 ( 3 ) jSTaXftfcft *> 58 LfcSSttflS: 
[0030] 

[H@^IK«i-6)t»<0*S] *f£<Sl££>{;L iSS«5M 
[0031] ^BB^el^^S&^^cOies^T' 

[0032] zmH. JffittAXttina*jfttf>*ar< 



iztmx-th. 

[0033] WliZ. mi^XltW&k&<?>'}rtt< 1 1, 
~ttm£W*9-ytms3m : gm$:®W&±olz& 

i/mz z t tfimx'hh . mw-yzmtm. 
■t&^tizi.*)^ m&t&w-yimgtsnzmi 
t>%^BX't£tsiif&zn>-*jmx-*>z>tf. m^fi^ 
co^-)ummiT-<^yv-^^mm±mL<. sin 
arc-iis^. ^mAtw^-yiim^Ri:mmm 
xm/mmn. mzw-yzm&x-BfoX'tztz 

i o o 3 4 ] St. mfflb&tmim&&mgM&±x- 

xB&rzz\twimx-f>h. -wmz<fig&?^-iu 

tm&zmKitht&iiz. pmrnomm-iy^iz^ 
-jimsx-^h. 

[0035] if%w>mk^m.wm^^nmx- 
-ft<omm<o-$izmfhfim&mimm<?>mm 
mzis-)\,m*wftLxw^-yzB$.L. ue^^ 
t-ywzw.i&ffiTLxmsi&mmf&'o^. ms. 
is-ivrnmcthzuzz. m&wimmztigii: 
u immwm$:$mizzi-T4 yyuj&Tzmjkt 

X%h Yyyxyr i^-MzX 0 ffist-ftnmfiS&m 

[0036] mwzmmno-ti. wtif i romm* 

fi8i**v^, SWISfc lXWiikm7rs/^Mzfe<m 

^t>ixx^zi><r)X'$><o. mmithtx-ffimztchh 

<?)X-\iti:^. SB«BlITORfcJ:»)-»»tt3*fCJS 
X7r is-Mz&xmtl ; k t i Oa^BlJi^wW*) 

[0037] *a^isas^{Bav*«)«i*i6T' 

^-yrttffl B H a ^jSTLTfl5ie«-Sffi?:IA0^:, Me 
[00381 iiitcj:0. VyyxyTiy- MzWAZ 

%<m&zt&x-*z>. 
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[0039] zcr>i$&. mism&mmmt lx 
Tn-mxamzf&K mmhyy ; Jx?mcomm 

mzBfo?l>z\t1fiWmX'hh. T)U$.mi>L<liWm 

[0040] ^■wmm^^w.^mmTmx'i.i . - 
-fmzmt&ixft'W-yz&fSLi. mu&'*?-y 

tub. w^t*6»i«fc«MBan<^tflto* 

[0 04 1] xtf yhfEJfti, 5l7r-^A--ft:i5 
oT&SSfU. iti. hvyzyTis-Miminm 

izmtixti*). ituzji^xitmmiim&tii,. 

^■(61 i> KttmUfifrhxXv hm-nxii. hyy 
tfTSS. MiX. WmzmtX'Zhtzib. 3fc<0@9 

&&iz£ -oxmgkfitgik-t&vz&mtznz. t>tih . 
[0042] ^wmm^.^mammimx:\i. - 
n^mm^mzmfhtih mi&m^m^mm.mzi^ 
-ivmzmsixvw-yZMiSLi. mstew-y 

^Hzi&^WFLXmB^mmm^M. ml2>— /U 

xtx^hhyyxyT^-juimfai. mmmmzw 

urttBT*ra«**«wi-f * - i: t mtn . 
[0043] m=om<&x'mfcZ3m-f&mm** y 

mm<?>m&* ? v t, l < liffFRti os«£¥ 

*T#f* LT&EHfc-f * - 1 izX 9 . t&BHfcfflS+fciJtt 
[0044] ^B^jSa^^lgOlSji^-C'W. - 

rtfcfc B B B £^LTfflie«^£J¥i9£i*\ Mfe^-rt' 

^fflrtlBSi:=&S^(cmL. JJfi'3 0 0 nml2Lh5 0 

o n nm^mmzm lx % i?ie^-yi^io^t 



[0045] msknftftmumta 3 2 0 n m*St<0)g& 
itati , t tzmimmamnzu 3 0 0 n mjjit 3 
2 0 n m^m^m^X'hi ztfrh. m&iz&z. 

<m%*mtHtT. %M®mzitZco&M:Z?mtZ>X 

T'3 0 0 nmKLh3 2 0 n m*l^J:SSIL, j&fi, 
[0046] 300n mfeLh3 2 0 nm*)HcOft^)g 

isw*«i-Hi»sr*x -y < >i>9 m^x mmsz 

iIEE*igfl"<D3 1 3 nm^t-^T'Afcig-^ -e?>& 
^jgjasgtf 3 0 %&m$>tH£ KBm&kW&T L&u 
WtfWr-rk. z\ix\i^ mtm\m®m(V$&mHl. 

mimmi<o3o%ws.x'M.mziLh±^< r ). K&m 

[0047] U>>U i^^U^fflvvtiSfoKHM 

«Hb^c^§*^'•^rV^5 0 0 nrai3Lh<0SiftSSr* '/M 

5r<^-ofc. iWi5 0 0nmm±^fi«*#S*T«?g 
fi«03K#»llie|i =5rV ^A^ 3 0 0 n mtUb 320nm* 
ffic0aftfcffl*-&i>$ S^t«t 9 5 0 0 n mKLh<9£& 

t>xhh. 

[0048] mM^mmmmjmmB^mm 

m-izB&thtQMttitzx *)mft®*mt mmmt 
izmtz tm^i^^miitix^mmtm 

T-ti»A^t'*l». aniT. E^i3 1 3 nmig^e 
-^^«^Srl 59oB®iSs-ti»^ SS B B a ^3K»fSSr 

1 0 0 4 9 3 ftoT , Boie^ta^^S i k C J: 
B B B O^M&g/]N|lK«i£f»^l»^. «m«STfcJ: 
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[00 5 0] £<0*£. &Kc<tt>iiy-7<j\,f(nm 

[0051] Z.co^y-7 4 fc9-h^&W&®&<r>-? 
[0 0 5 2] it:. 'J?%<ti>*}7-7 < fr?cr>&f&2 

[0053] T&RV&m*^ 3 1 3 n m^t-;« 
K$:imtth7 4A<>fk.LXm\^tiZ>. ztuzxvm 

[0 0 54] WtZ. (5l33 0 0nmt:Ui5 0 0nm5fa£ 

x-hh. 

[0055] mftcMtfaWX'te. «fifc*F»5r!|$5e»fi 
JBT3 0 0 nmfiLb3 2 0 n m*«0*S*«B«S<xS 

[ 0 0 5 6 ] jgfc. BinE^-;u»|<0®ft5l£fiS I HS2fi 
TW 3000mJ/c m* JSTfc £ fcMSWC* 

[0057] £KtffiagHti«U* SE*ffi*T<0SSS* 
3$Jgtfg*fc$:£ 3 6 5 nmgtt ( I&) t-^ifi»0 
(350nm±30nmgg) <9«33fcS£S*fl 

3i3nma»e-^«flE*«^rr»6o. 

/l^7-f K^y7T«3 0fc«r^ lE*i7y7^' 
0 nmJ3Lb3 2 0 nm^gfOftg^SttiKfiTliH^^ 



[0058] 7g a e a UItJ3 00 nmtU:5 0 0 nm*» 

h7>r;^c7)3gjg^i±3 13nm^t-;t5 0%, 
36 5nmJ|iat:-^T'9 0%T^. -e-<D*8SL 
KJ: O^FOIKi*^^ 3 1 3 n m»ae-?i6«<o 
«»» (3 1 0nm±20nmgg) OSOSfeSTlO 
OOmJ/cm^ggt^. U>*U ^JlTtt^Si 

mwmtfukt im lki i tis^^i^ 

mc&Xthk 3000mJ/cm2gJgh^:^. 
BJTettEfilRfc J: 0 3 0 0 n mfeLL3 2 0 n m;fcM<?)& 

1 5%&g8mt&zbv?z&tf^ ±m.gmz% 
± 1 5%n&$> o . ssmia^HbES^ i umrnxs 

0 0 0 m J / c m* £Uttti/<5 V*<?)Eckmg&#WZ 
<OMZMlXWL£klz&M%mJlteti&KSb. WtfsOft 

[0059) *)^»BSrT%S FJr£;t<0& a B B£ 
$l&%±. *¥-fcyiJ-£*rU filer ^x^>^-#g36»" 

^>o±ai L^?s a B B^fns5e^-fe l^r*^ t s 

[0060] r ^ ^x^*»t«JB^*iBIUBi. 
JU$ii^^B B a ^3^-by^^^(cJ: 0 

ttuzm&nwimvmmzixm. mmtxmjtt 
immmzm-f&m#nt>tii . ^mtmm^i 

[0061] Cco^. fnaKS^gt^fMh LX 

\±. &&i-mihtimmmftizu-~fftz?!=&L. 
i.oiE?inffi a B Boiy:aia^^-r ^ ^ t #t*£ i> , 

[0062]^/^. ^< ^ 1 2^^^SB B BCORta5M 
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(0063) it:. BU^fe^-fev^Sr. Mgr-fX^y 

[ 0 0 6 4 ] t 4 x^yt^-- H/UO?gf a qtain 

fzbZb. «i^S5 a e B ntaiP*^2cmgjgiT'«iffijS 
aSEHLTSSTU 1 c mUgjFm^n WXhhZ. ttfi 

aa^fKAnr*^ $ . 

[0065] *«9iaSffi8nraS»i. BBgftOftA* 

[ o o 6 6 ] t ■< x^yr&m^okfc-t&mgk&ii. 
•5^»s mm^mmf. r-tx^yy^m^tt. 

[0067] c<oi^. imm&momm tx 

[ o o 6 8 ] . mfiex -f x^y^-^ffym^t&a 

[oo69] set. imf^x^y^^m. sass* 
mmnuwzmivx h y<nx h n-? mz x 9 HfiST 

[0070] .TiiCJ: 0 . 895g4MSfc «fc >)iffl5t$it;itT 
[0071] *%aflc0jg a B B jgTH§Ji. ffiOHf&y 



[0072] utas^gw^Rtas-rsiBMtt. sgffltas 

#&£IHt. #»e*»4>Htas$*tfc}Ka£gtt]E-Cg 

Lrfc^, z<7)m.tzm^xt*&&*M®-r&. 
[0073] .rcott&, ffitffiaj^a^jRiiikaaiH-s 

SWat. ?g B a a ^5¥<a*Sni^j5SLTfc<C:i:3!» { ^r 
&S. -*it«J:0. « B B a <0S^HraWtcR6itL, »A 

[0074] *&tywmgkm^mRV*<ow£*mx- 

*qg«S<i. n *K^*-yrtfcSStt*»2rtt* { fi<oiff 

^$iiT^Sili:E|aiS<0f5 a B a ^T^g^^i: T 

^/l^cr)^Scm^2ULhT-i>l»ffi a B B «^2rfflV^ifc 

[0075] 
Ht2] 




[0076] fi^ism^^rtt^ ^rf-i»Bine-«^^?g 

-C»£«04m^^« k . A;U?fc B B B oit&ffi£iti< 

&tf^cowtf a c?)i}izfm%m%m§t>ixz . 

[0077] Sgfc. OTffi-^Offite^L^JO O-h.m 
S* 5 2, 4^t,^clSoTfigffl-r€»ik* s M4U^ - 
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[oo78] ^wmm^T^mm^w^mx 

(HKaHH^fliMK: Jo^ffitc J: £ - y 

TZtifcmtM&mTZ'mMJttf 1 

C 0 0 7 9 ] @ettttttffitett*t«:«A*rS Ztt,z± 

[0080] z<7)i$&. mm&tmz . zomi&w 

7OX:UUi-CJ>0. *0^¥jS#ttAe#-4. 0^ 
Ae<0*Slfc"L.-*<0g*r*»*ttAn3&«0. 100 

[oo8i] set. zii^m&^fr&mt. 

[0082] 

[0083] -m&wmw:cD-fm®fS.- 

tlX^l. 

[0084] -*OjfflB#7^fflEl±W±. *£&J§4 

S3 J: 3 fc^#DKfilK6 ajWft£;**iTfc*K 

«8&t«»lR6bMi8aijiSfLTv^. *LT. iS 
JW3*«aW&J:dtE|fijlH6a B 6btf£££;btf 

6*l?#?;i&ki. 2#®ea*u#»Ki i 2<w 



mm. i ps%-fo*&) . 

[0085] Z.Z.XM. fSTaA^fflV^T^a a a ^3^ 

izm^m^m^z^xm^^^^Lfzmt: 

[0086] ^mmmx-mAzm^tihrn^wm 
wcowmismtLxii. x-ois-junttmtLxmi- 
vmmmxit (*«*+»> ®m$z&m\<\ tft 

mmhyyssx?) mRtzhtfyxg&At. cf 

m l tftfy x£« B vymmk^mmz^ -s+ftz X 

[0087] (mi commm) S2&. ^mrnmiz 
&^x. mT^mz£m&^Tnzft%om<vft 

a-ca*. *mx*\t. *4v*/-)V2 uzmnmiffi 

(mm. XU-sKyMBL inU30Y-363) 
£JflVK CFS«fc££#7Xg«2 2MOf^^ 
. $2 30JIM»:t : 4 x^y^T'H^^-y^t/^t 
*-y£Jgj£-f£. S&9S&3 l<7)j&53 l ah^3 

if. m'^?->W^£Wklztti?tif)m%-?Z>J: 

[0 088] ifiriJ. ^-fyS/-;i/2 ;Niiilm 

mmbtz. ww->imv&^£*<oftfmbm 

[0089] mz, m&mmz t o . vw-yftx. 
mMems&m Lxm^xm^mL 2 2 b t f 

[0090] #7XSS2 2H^&«mB»HSBBatL 

Ot^T(i v CFfflEk«^5xaaR2 2y«B»3 2 

[ 0 0 9 1 ] ^ ZX\ *mi&£k&mmb <O0M<Ot: . 
Jt^fctTI22 3T^t^?6 H 3 B ^^^f^-r 

*• 

[0092] immi Tli, 023(a) ^L^J: 3 
^>f>>-~;HO2^J:01^^-y^^"ri>. 



(tiO) )0 2 
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&t ->±t%h ffiWCBHt. Jft^fcftjfi 
TVVV-Vifia&Ztlh (Kr9Sl0 3jW»*S#i 

[00931 IUm2?l± % 3 ( b ) fcSSLfc J: 3 
y£/-;n o 2tc^\';?-y£JBj£-f 

Afc»jST»/V«-v*«es*L* 0 3tf 

[0094] *WCIi. toS3 1 afc»jS3 1 btfft/* 

3 1 b<oS&0(i»**ii-r. (^-^WttK^-f 
>zs-A>2 1 *i«3l«2 3fcS4r*>*i*. ClilfclttL 

4 y^-zH 0 2fcfcjg3fcRl 0 5 ifcHHl. 
2tOft/^^-y5S*£S<0^-;Miati2. 6mm. *<iy 
■ zs-)V 1 0 2 £ 2 Wzmci L fc^^/MSli 2 . Om 

fflHItO- 8mmSgaSU rtHfflfcjtJHRl 0 5<0Hlft 
#0. 5mmtfcl»utK 4 *4 y^-7H02«5i 
3fcR10 5£0. 3mmS4:S. flaW!20j*/^-y 

iafca*llll0 5OBBfcVl. 4«0E*«*fctf>. *4 
;H0 2fc3SKHl0 5oa49li'h$<. 0. 

tf. *4yis-)Vi02km&iQ5<r*WbV***< 

[0095] ±tz. 1&&t&&t:tyW~>±X*mLX 

^ 4 y 1 0 2 tofi55»»ft*lH»a5«ft<**fc 
[0096] XMRtfimm 1 , 2co?g H B B ^N-^;U?r 

i%fr~>tzi)K jhshi. 2x-i±ww->ma&T'* 

[0097] El£H91 L£ J: 5 fc. til 1 om^CJ: 

tor, is-jmiztm Lx^tt^m^&Tizx 
hm<uym±u m&A&m^x&gtv&K 

[0098] -mm- 



[0099] (^mmi)mmixu. cprnm^ 
h#7AmwL2 2®<7)w&mmmmmmz. t<x 

*WV*4>i'-fr4 llci:0E3^^J:3^2® 
JBLO0)5s-W9—>'tLXf*<t Vis-)\s4 2\z& 0^4 

[01 003 B3<D2flHK*)-CUL te«S4 3 ak»«S4 

3 b £g«2 2±Tit&$tfT 1 OOS*9«4 3 1 L 

ltfx.£L%^£olZ-fh. ffcfr. a 
4CO4®lX0T'ii. iftjfil4 4afc»j£4 4b££ft2 2 
±X-mk2itX 1 OOg&OSU 4 fc LTS/-^V- 

4 2if^th J: 3 trf* . «um*SI 1 ^olBBBffl 

[0101) B3<02flSJR9TfcL ft* 4 3 ak»jfi4 

3 b*^-y^:* 0 . fiM^-^i&SrC-* -f >- 

y^-7U4 1(iigXR2 3(Cfi&4>4:^. H4<0 
4ffiK0Tti. ft^^-VJS^fflT^-f yi/-/H 2^ 
3^LTv-/Mgli2. 0mmk±<4*#, *fc£4 4 
afc»^4 4bOS=Sr9ffl44J:9«iffl<. tS^SWn 
— ST'* a £ k ^ 4>«^ - ya»«tO> A > i/~ 

>V4 2 \m%m 2 3 izm% t>%\ \ 

[01 02] H3<02ffilR9a^H4<04ffi]R l J*fflVi 

[0 103] (S9BM2) 5g»ff|2^±»xe*:H5(c: 
(a) *«g^[2 2 a^WflS, ( b ) 
i)Wfc2 2 acoh 7>X7 r ^-/W£ffifcfclt*m« 
®H. (c ) ^b7^7ry-^lS*LrStl!B 

[0 104] ^^T-«i. ^I§X^-^ »*7 

lit I TOKSrSSttcJ: SmttS^ 4 5 »f| 

timmmmmmw swtttt^stiwtxa 

A$^4. *BiMl : F4 5&lfi§9!mg4 6 fci^JBt 

£Sm%ilZ%£l±X 4 >^-)V2 KOtiltikKX 1 

[0 105] 4fc. r/l^$«tfflV^TTFT3aE»)h 
7^7r-^-;U2 4^ftttVcTOJ:fr*&MR 

4 7*»*-rS. T;U5»0»«ttTFT^jKRXSfc 

-)V2nmmmt^h^Ai:-mML. *<o 

ft x h5yx7r5/-/^24(c5-f FjSM H4 8S:ffl^ 
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a) mmsm%<m/3 (»^2B) icltz. % 

X7r^H06l:iwt%gAm. ttiSMtt 

[0107]3^fll2A. 2BRTSttMMlZ£Z>M&$k 

&12 A. 2BT«i**A7««±L«:*»o^ Jt«SW 
T«±.-»/V-yaeffl(fii9Si0 3) hh7yx 
7 r 1 0 6 TSflFFfifc J: h&K&ytmSE. L 
tz. 3Sgffl2BTML h : 7>xy 7 i'-)U2 4l,zmttZ 

[ 0 1 0 8 ] Srfc . Sfi#3Mfc?-S *t i: i^-y 

-zsmxhh* 

[0109] (3880)3) 3BBH3TMU H6fc*T J: 
3tC. ^-/U»(?>«ft*Cj:»)»fE2 2a, 2 2b*B9 

JB&Hr <y h 5 2 *WV^*m^*<03B«ffl*fT 
5. 

[01.10] £*l«C*tt/C. UmttLX. B2 5fcS 
Lfci34Caw)SK«Tafil 1 0tS#r4«J6cO 

[oiii] ^wawisagM3ar;ikKwikt>(c»i 

[0 112] ^W3^it^0y(cJ:^SJ H B H ^\'^;U 

fm&#tz{mxui±miLtt^tztf. wmvim 

IXl/^mi^. 33BW3TUaSK5 lH**iSEfe*- 
-f&fcft. »E5 1 tTORft^&it^-CSia&s. Jfc 
^T1«^^T^^^^S« 1 0 80**T 

[01133 (m2commm) mm. j&mmmiz 

BrffiETC**. 



[0114] *4 >^-/U^^®flJStg 

fl§ < 3 0 Y - 3 6 3/x V -tfy 
»iI«»i»-e2 5O0mJ/cm«) *®T& 
Affile J: OSft&\Lfett. C?m&Lb%hliyAWfiL 

6 1 i:TFTS«k«r-&^7X»«6 2 1 Srtt93* 

WfcL #7XSfi6 1 . 6 2<9S49£li^g5£ft&djg 

[0115] ^7XM6 li<Offilfi]K6 3*Bfi£3ffi 

[0116] £tztiM<Ofz#>. H9fc«rTJ: 5 IC. t¥* 
MkLTCFSftk^^^xSfie l±^)Ertl«6'3 

[0117] ^ai^i«^isff*«r*fflv\ 0 

7 fc^f <fc 3 0 0 n m*fflOg*SS:i2ta38a t 

ossa i^^7h7-f/^65 *gait*s«i^Ea l 

Xfto. 

[0 1 181 HI 0£5cf i3fc. Pi 7 -f/P 
tz*&£cr)fti&m±3 1 3nmS|||h-7r5 0%. 3 6 

5 nmMe«n-9 o%-c*s . mmxMt* I ts 

g*TC2 700mJ/cm^ Lfc*\ BMtx »J7^a' 
^y^P^i:*!^ '^'y^Dft/NDMTC^ 3 0 
OmJ/cm*. *b*dIS#"C3 100mJ/cm*T** 

[0119] tf?xmimTS&ftmifhuLtztf7x.m 
"tr-^-e^^xsfi (W^NA3 5/NHt^y/7 

XltK/0. 7mml) #84%. g£fa)l<^p a D £JA 
LS-684/ / JSRtU^/p^80nm) &7 1%X' 

iffli>*~otz. 

[0120]^ •ffltOto)*vhy<W6 4. 65£ 
fflvvt?fo? a mB&M J 9 6 1 2 1 3/*/l^a») hZ 

lfc*?t«fc3l£. ^9x»^Lfc«W&!RWLfc* 
^(C3 1 3 nm«BRt:-^ififlf<0»«» (3 1 0±2 0 
nm) <mmtSiX'\ 0 0 0mJ/cm*gK; I illi 
ATC3 0 0 0 mJ/c m^BKTflaWfflcf^** < & 

tC^&^O^ 7h7^ /U^ 6 40^$:^^^£* 

t&tiytzh^h. *<0«iII8S*-ei0 0 0-15 0 
OmJ/cm2SgT'S>0. ^ • g»fi<0^ «/ h V < A>\ 
fV^WlTtthZttfttfr^tz. <r*U*5 0 0nm 
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